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PREFACE. 



The object of this book is to give a short but 
thorough course in inorganic qualitative analysis 
for the use of students who have only a limited 
time to devote to the subject. 

Experience has shown that Fresenius' manual, 
while invaluable as a work of reference, is too 
complicated and voluminous for the beginner, the 
great mass of information there given confusing 
him, and he becomes discouraged at his inability 
to assimilate it. 

In preparing the present work the idea has 
been, while still following the general plan of 
Fresenius, to give only that which seemed essen- 
tial to a clear understanding of the subject and to 
make it as concise as possible. For this reason 
only the more important reactions of the different 
metals and acids have been given, and the separa 
tions are presented in the form of schemes acco^ 
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IV PREFACE. 

panied by explanatory notes, and tables of scheme 
reactions. The latter have been found of much 
benefit in helping the student to understand the 
various reactions taking place in an analysis, as 
they show at a glance the effect produced by each 
reagent used. 

In the notes the aim has been to call attention 
to likely sources of error, and to give any expla- 
nations as to conditions, etc.> that seemed neces- 
sary. 

The separations used differ in some cases from 
those of Fresenius, particularly the separation of 
the first four groups in presence of phosphates, 
and that of the third and fourth with potassium 
hydrate when chromium is present ; also the 
scheme for the detection of the acids. All of these 
methods have been thoroughly tested in the labo- 
ratory by large numbers of "students, and found to 
be very reliable and less complicated than those 
in general use. 

Chemical equations are freely used to explain 
the various reactions taking place in the individual 
tests as well as in the separations. In the introduc- 
tion a short explanation is given of these equa- 
tions and how to write them ; also the definitions 
*f certain terms. This, of course, belongs more 
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properly to general chemistry, but experience has 
proved the average student to be woefully igno- 
rant in this respect, and a brief exposition of the 
subject seemed necessary. 

No attempt has been made to give full 
description of apparatus, it being considered 
better for the teacher to do that in the class-room, 
and he can at the same time perform any of the 
more difficult tests that may seem to require such 
demonstration. 

There are some who consider it simply a waste 
of time to begin with the individual reactions of 
each metal before taking up the separations, but 
it certainly seems more logical to first study the 
reactions of the different elements group by 
group, and then proceed to separate them, rather 
than to reverse this order and begin with the 
separations. By restricting the * tests to be per- 
formed to'those actually used in the analysis the 
uumber made will not be very large. If time 
pennits these may be increased later on by mak- 
ing use of other methods of analysis, thus bring- 
ing in new reactions, but this should not be 
attempted until the student is thoroughly familiar 
with at least one good method of separation for 
all the bases and acids. The work can be made 
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more interesting by giving out for analysis as 
many natural or commercial products as possible, 
such as ores, alloys, etc. This can be done 
almost from the first by beginning with such 
minerals as calcite, dolomite, etc., and as the work 
progresses those containing a greater number of 
bases can be given, care being taken, however, 
to give only those compounds that are easily 
soluble in acids, and whose acid radicals do not 
interfere with the analysis. By thus making 
practical application of his knowledge the in- 
terest of the student is excited, and his work 
becomes a pleasure rather than a task. 

J. S. C. Wells. 

Columbia University, April, 1898. 
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ABBREVIATIONS. 

Ppt. = precipitate. Filt. = filtrate. Sol. = solution. 

^^r^^ placed under a formula means that the compound repre- 
sented is thrown down as a precipitate; when placed above, that it is 
given off as a gas. 



QUALITATIVE ANALYSIS. 



INTRODUCTION. 

There are two principal divisions of analytical 
chemistry, viz., qualitative analysis and quantita- 
tive analysis. 

The former, as its name implies, is an analysis 
or separation to determine the quality of an 
unknown substance, that is, the constituents con- 
tained in it. The object of quantitative analysis, 
on the other hand, is to determine the quantity of 
each of the various constituents present. 

For an intelligent study of qualitative analysis 
it is very necessary that the student have some 
knowledge of general chemistry. In his work in 
the laboratory, order, neatness, and absolute clean- 
liness in regard to apparatus are very essential to 
success. Skill in manipulation comes naturally to 
some, and all may acquire it to a greater or lesf 
degree by practice. 

The success of an analysis also depends verv 
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greatly on the care and forethought exercised by 
the student in performing the various operations 
that are called for in the course of his work. He 
should make it a rule never to attempt any test 
or separation until perfectly familiar with the con- 
ditions necessary for a successful performance of 
the operation in hand. Before adding any re- 
agent, let him stop and ask himself the question, 
" Why do I add this, and what is it expected to 
do?" If he can answer this question, then let 
him use it in the way best suited to produce the 
desired result; if not, he should go no further 
until he understands fully the reasons for its use. 
This is a common fault with very many 
students ; they perform a certain operation in a 
certain way because their text-book says so, but 
further than that they know nothing about it, and 
are perfectly satisfied if by chance they get cor- 
rect results. If they would only remember that 
the object in making all these tests and separa- 
tions is to make them familiar with certain chem- 
ical facts and their application, they would per- 
haps realize that the first and most important 
point in any analysis is a thorough knowledge of 
the principles involved. Correct results will soon 
follow when this has been gained. 



Section I. 

THE METALS AND THEIR 

REACTIONS. 

It has been found most convenient in analysis 
to treat the bases and acids separately. 

In inorganic chemistry the bases comprise the 
metals, and the acids the non-metallic elements 
(with a few exceptions). 

Experiment has shown that certain bases or 
acids act in the same manner when brought in 
contact with some particular substance of known 
composition. By making use of these substances, 
or reagents, as they are called, we are enabled to 
separate the metals and acids into groups. These 
groups can then be subdivided and separated into 
their several constituents. This grouping of the 
different elements is of great advantage, for it is 
obvious that if we add a group reagent and get 
no precipitate, the group of substances affected by 
this particular reagent cannot be present, and nc 
farther testing for them is necessary. 
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The classification of the bases adopted in this 
book is as follows • 

Fir Hi Group (Potassium, Sodium, and Ammo- 
nium;. — These metals form very few insoluble 
compounds, and are not precipitated by any of 
the reagents used to throw down the metals of the 
other groups. 

Hetxrrul Group (Barium, Strontium, Calcium, and 
Magnesium). — This group is distinguished from 
the first by the insolubility of its normal carbon- 
ates and phosphates, as well as other salts, and 
from the succeeding groups by the fact that it is 

not precipitated by either hydrosulphuric acid or 
ammonium sulphide. 

Tldrd Group (Aluminium, Chromium, and 
Titanium). — These metals are not precipitated by 
hydrosulphuric acid from acid solution, and with 
ammonium sulphide in neutral solutions yield 
precipitates of hydroxide. 

Fourth Group (Iron, Manganese, Zinc, Cobalt, 
and Nickel). — The metals of this group are not pre- 
cipitated by hydrosulphuric acid from solutions 
acid with the mineral acids. Ammonium sulphide 
in neutral or alkaline solutions precipitates them 
as sulphides. 

Fifth Group (Silver, Lead, Mercury, Bismuth, 
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Copper, and Cadmium). — Precipitated as sul- 
phides from alkaline, neutral, or acid solutions by 
hydrosulphuric acid. The precipitate is insolu- 
ble in ammonium sulphide. 

Sixth Group (Tin, Antimony, Arsenic, Gold, 
and Platinum). — Precipitated by hydrosulphuric 
acid from acid solutions. The precipitate is solu- 
ble in ammonium sulphide, which distinguishes 
this group from the third, fourth, and fifth groups. 

We might at once proceed to the separation of 
the metals into the different groups just men- 
tioned, but this would be of no advantage until 
we know something of the individual character- 
istics of the various members of each group. 
Until these have been studied we are in no posi- 
tion to distinguish the several metals from each 
other. Before taking up this portion of our work 
it will be well, however, to give a little time to 
the explanation of certain terms that are frequently 
used, such as base, acid, etc.,* and to the study of 
chemical equations. 

If we examine the two compounds hydrochloric 
acid (HC1) and potassium hydroxide (KOH) we 
find that they differ veiy decidedly from each other. 
The former has an acid or sour taste, and change? 
the color of many vegetable substances. The lai 

* For a more complete explanation of these terms see Rerns*"* 
" Theoretical Chemistry. 1 ' 
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ter has an alkaline taste, and restores the color of 
vegetable substances that have been changed by 
the acid. Their characteristics in every way are 
opposed one to the other, and if they are brought 
together they neutralize each other, yielding a 
compound possessing .none of the characteristics 
of either the acid or the hydroxide. These two 
compounds serve to represent the two great classes 
of compounds called acids and bases. Besides 
the two just mentioned, there are many others 
whose characteristics are equally distinct and 
which are easily placed in one class or the other. 
There are some substances, however, whose prop 
erties are not so decided and which act as acids 
towards some bases and like bases towards some 
acids. 

Like hydrochloric acid, all acids contain hydro- 
gen, which hydrogen is replaceable by a base. 
Some acids contain besides this hydrogen a cer- 
tain part that is not so replaceable : such, for ex- 
ample, is acetic acid, H(C 2 H 3 2 ), in which three 
of the hydrogen atoms cannot be replaced by 
metals. 

In acids containing oxygen the acid hydrogen 
is supposed to be in combination with one of the 
oxygen atoms as hydroxyl (OH;, and it is only 
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the hydrogen so combined that is replaceable by 
bases. In sulphuric acid we have two hydroxyls 
and two replaceable hydrogen (S0 2 (OH) 2 or 
H^SC^), in phosphoric acid three, in silicic acid 
four, etc. 

Acids containing one replaceable hydrogen are 
called monobasic, those having two are said to 
be dibasic. There are besides these tribasic and 
tetrabasic acids. 

Bases. — As already stated, the bases have prop- 
erties just the reverse of the acids. Among the 
inorganic compounds they usually consist of hy- 
droxyl in combination with a metal (except 
NH 4 OH), as KOH, NaOH, Ba(OH) 2 , etc. 

The chief characteristic is their power of com- 
bining with acids to form neutral compounds. 

Salts. — When an acid and a base act on each 
other they neutralize each other's properties to a 
greater or less extent. In the case already given 
of hydrochloric acid and potassium hydroxide we 
have a complete neutralization and the formation 
of a neutral substance possessing none of the char- 
acteristics of either the acid or the base. This 
substance is called a salt. Its formation may be 
represented by this equation : 

KOH + HC1 = KC1 + H 2 0. 
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In the case of a bibasic acid, such as sulphuric, 
we may get either a neutral or an acid salt : 

2KOH + H 2 S0 4 = K 2 S0 4 + 2H 2 ; 
KOH + H 2 S0 4 = KHS0 4 + H 2 0. 

The first K 2 S0 4 is called a neutral or normal 
salt. It is a salt formed by the displacement of 
all of the acid hydrogen of an acid by an equiv- 
alent amount of base. The second KHS0 4 is 
called an acid salt because it still contains hydro- 
gen that may be replaced by a base. 

Tri- and tetrabasic acids also form acid salts. 

It is well to remember that normal salts are not 
always neutral to test-paper. 

A strong acid in combination with a weak base 
gives a salt that turns blue litmus red, and a strong 
base in combination with a weak acid has the re- 
verse eflEect, turning red litmus blue. 

Besides normal and acid salts, there is still 
another class called basic salts. These are the 
reverse of the acid salts — that is, they contain & 
greater amount of base than there is acid to neu- 
tralize. Magnesium aflEords a good example of 
such a salt. The normal carbonate has the com- 
position MgC0 8 , but besides this it forms basic 
»arbonates, as 4MgC0 3 Mg(OH) 2 . This compound 
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still contains basic hydroxy 1, and for this reason it 
is called a basic salt. 

We have already had occasion to use chemical 
formulas and equations, and a little time will now 
be given for a brief explanation of their signifi- 
cance. 

CHEMICAL REACTIONS. 

All chemical changes may be expressed by 
means of reactions written in the form of an 
equation, e.g. : 

BaCl 2 + Na,S0 4 = BaS0 4 + 2NaCl. 

Now let us examine this equation and see what 
it is intended to express by it. In the first place it 
is a kind of shorthand for chemical names ; instead 
of writing out the words " barium chloride " we 
denote it much more easily by using the chemical 
symbol belonging to each element contained in the 
compound. Thus in the example given Ba stands 
for barium and CI for chlorine. Perhaps you may 
ask why we write it BaCl 2 and not simply BaCl. 
This brings us to another important property of 
symbols, viz., that they not only represent the 
elements themselves, but they also represent then 
atomic weights, as compared with the atom of 



10 CHEMICAL REACTIONS. 

hydrogen which is taken as the unit. Now in the 
example under discussion it has been found by 
quantitative analysis that it contains 137 parts by 
weight of barium and 71 parts of chlorine. The 
weight of the barium atom has been found to be 
137 times that of the hydrogen atom, hence in this 
compound we have an amount of barium equal to 
one atom. The chlorine atom has been found to 
be 35.5 times as heavy as that of hydrogen, hence 
if BaCl^ contains 71 parts of chlorine to one 
barium atom (137) it must contain 71 -f- 35.5 
(weight of 1 atom of chlorine) equals 2 atoms of 
chlorine. 

This we denote by writing the figure 2 at the 
lower right-hand corner of the symbol of the ele- 
ment ; hence we see that BaCl 2 means in the first 
place the chemical compound barium chloride; 
secondly, that it represents definite weights of the 
constituent elements, and also the number of atoms 
of each element in the molecule, or at least their 
relative proportions. 

When a number is written before the symbol 
representing a molecule, as 2NaCl, it means two 
molecules. 

If we should perform the chemical operation 
expressed by the equation given, we would find 
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that 208 (Ba 137 + C1.71) parts by weight of 
barium chloride and 142 (Na 2 46 + S 32 + 4 64) 
parts of sodium sulphate would produce 233 (Ba 
137 + S32 + 4 64) parts of barium sulphate 
and 117 (2(Na 23 + CI 35.5)) parts of sodium 
chloride. 

It should be remembered in all equations repre- 
senting chemical change, that the number of atoms 
on one side of the equation must be exactly equal 
to those on the other ; nothing can be gained or lost. 

Having gained some idea as to what an equa- 
tion means, let us 'see if they differ from each other 
in any important respects. 

In the equation cited it is evident that we have 
a simple interchange of the elements contained in 
the two substances used, the barium replacing the 
sodium and the sodium the barium. Such a trans- 
position is called metathesis, and to this class of 
equations belong a very large number of chemical 
reactions. 

It is a general rule, that if we mix two solu- 
tions capable of forming by exchange or transpo- 
sition a compound insoluble in the mixture, such 
insoluble compound will be produced and precipi- 
tated. In the case just given, although BaCl 2 and 
Na*S0 4 are both soluble in water, yet when we 
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mix them BaS0 4 is precipitated, because it is in- 
soluble in water. 

Other forms of chemical change are those of 
combination or synthesis, as * 

H 2 + Cl 2 = 2HC1, 
2C+0 2 = 2CO; 

those of dissociation or analysis, as 

CaC0 8 (on ignition) = CaO + C0 2 , 
2AuCl 8 " =2Au + 3Cl 2 ; 

and those of oxidation and reduction, the latter 
two representing a very important series of reac- 
tions. Oxidation, strictly speaking, would mean 
an increase in the quantity of oxygen contained in 
a body, but the term is often used when oxygen 
takes no part in the work, as when FeCl^ is 
changed to Fe 2 Cl 6 by means of chlorine : 

2FeCl 2 + Cl 2 = Fe 2 Cl, 

Although oxygen does not enter into the reaction, 
we say the FeCl 2 has been oxidized — meaning that 
it has been changed from a salt corresponding to 
FeO to one corresponding to Fe 2 3 . 

* Generally in these reactions there is dissociation as well as com- 
bination. In the example given the molecules of hydrogen, chlorine, 
and oxygen must split up into separate atoms before combining. 
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As an example of an oxidation equation let us 
take the one showing the oxidation of FeS0 4 to 
F*(S0 4 ) 8 by KgMnA* and H 2 S0 4 : 

5Fe2(S0 4 ) 2 + K 2 Mn 2 8 + 8H 2 S0 4 = 
5Fe 2 (S0 4 ) s + K 2 S0 4 + 2MnS0 4 + 8H 2 0. 

In order to write such an equation as this, it is 
necessary to know, first, how much oxygen is 
needed to change the body from the lower oxide 
to the higher ; second, how much oxygen we can 
get from each molecule of our oxidizing agent 
and what are the by-products formed by the reduc- 
tion or decomposition of the latter ; also what are 
the other products, if any, that are formed by the 
chemical changes going on. In order to deter- 
mine the amount of oxygen necessary, we will 
first examine the composition of the body to be 
oxidized, FeS0 4 . 

Ferrous sulphate probably contains two atoms 
of iron in the molecule, as shown in the following 
graphic formulae : 

*[ e = ° Ferrous Fe = S0 * Ferrous 

Fe = O 0xide Fe = S0 4 Sul P hate 



* Also written KMn0 4 . 
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The composition of ferric sulphate, the product 
of the oxidation, is shown by the following 
formulae : 

A« = ° Ferric g0 A« = S0 < Feme 
N Fe = oxide 4N Fe = S0 4 8ul P hate - 

On comparing the formula for ferrous oxide 
with that for ferric oxide, we see that in the re- 
action every molecule of the former has taken up 
one more atom of oxygen in order to become fer- 
ric oxide, or, in other words, the feme oxide con- 
tains one more atom of oxygen in the molecule 
than does the ferrous ; hence every atom of oxygen 
yielded by the oxidizing agent will oxidize one 
molecule of ferrous oxide (FegC^) to ferric oxide 

(FeA). 

Next let us see in what way the permanganate 

acts with the sulphuric acid. It has been found 
that it is decomposed or reduced, when in pres- 
ence of an oxidizable substance, as shown in the 
following equation : 

lyVtnA + 3H 8 S0 4 

= 2MnS0 4 + K 2 S0 4 + 50 + 3H 2 0. 

From this we see that every molecule of the 
KjjMn^0 8 will yield five atoms of oxygen, free to 
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enter into combination with the iron, and we have 
already determined that each molecule of ferrous 
oxide (Fe 2 2 ) requires one atom of oxygen to 
change it to ferric oxide (Fe 2 3 ) ; hence five 
atoms of oxygen will oxidize five molecules of the 
Fe 2 2 to Fe 2 8 . Next, how much H 2 S0 4 will be 
needed besides that already contained in the fer- 
rous sulphate. Ferric oxide when it combines 
with H 2 S0 4 does so in the following manner : 

Fe 2 8 + 3H 2 S0 4 = Fe 2 (S0 4 ) 3 + 3H 2 0. 

Hence it is evident that for each molecule of 
FesOa we shall need three of H 2 S0 4 ; but as there 
are already two molecules present in the ferrous 
sulphate, we shall actually need but one more for 
every molecule of iron oxidized ; and for five, the 
amount oxidized by one molecule of K 2 Mn 2 8 , 
five H 2 S0 4 will be required — making eight in all, 
with the three needed for combination with the 
potassium and manganese of the permanganate. 

We have now determined the quantities of each 
reagent taking part in the reaction, and also the 
quantities of the products. 

We will now take another reaction, in which 
at first sight the action of the oxidizing agent is 
not so plain. If we heat chromic hydroxide wit! 
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a solution of sodium carbonate and bromine, the 
chromium will be oxidized to chromic acid, al- 
though, of course, the bromine itself contains no 
oxygen. Let us first write down the substances 
taking part in the reaction and the products 
f ormed : 

Cr 2 (OH) 6 + Na 2 C0 3 + Br 

= 2Na 2 Cr0 4 + NaBr + C0 2 + H 2 0. 

The substance to be oxidized, Cr 2 (OH) 6 , con- 
sists of Cr 2 3 + 3H 2 ; the result of the oxida- 
tion, Na 2 Cr0 4 , consists of Na 2 + Cr0 3 . As the 
molecule of Cr 2 (OH) 6 contains two atoms of chro- 
mium, we must, if all the chromium is oxidized, 
produce two molecules of Na^CrO^ 

In NajjCrC^ the Cr0 3 is the acid anhydride, and 
it has formed the salt by acting on N^CC^ as fol- 
lows : 

Na 2 C0 3 + Cr0 3 = Na^Cr0 4 + CO* 

We see, therefore, that the product of the oxi- 
dation is really Cr0 3 and that the NajjCrC^ results 
from the action of the Cr0 8 on NagCOa. Now if 
we start with a molecule of Cr 2 3 and obtain as a 
result of the reaction two molecules of Cr0 3 , it is 
evident, as shown by the following formulae, 

Cr,0,= { $ 2CrO,= | »• 
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that the Cr 2 8 has taken up three more atoms of 
oxygen in the change to 2Cr0 8 ; hence for every 
molecule of Cr 2 8 oxidized we must have three 
more atoms pf oxygen. How does the bromine 
furnish it ? It has been found that Br in alkaline 
solution acts as follows when oxidizable matter is 
present : 

SNagCOa + 3Br 2 = 6NaBr + 3C0 2 + 30. 

6 parts of bromine and 3 of sodium carbonate will 
thus give us sufficient oxygen for the oxidation of 
one molecule of Cr 2 (OH) 6 to 2Cr0 8 . 

The 2Cr0 3 formed then combines with more of 
the sodium carbonate to form sodium chromate as 
shown already. 

We will then need, besides the three molecules 
e that react with the bromine, two 
bine with the 2Cr0 3 , making five in 
the complete equation will be 

f SNa^Og + 3Br, 
= 2N%Cr0 4 + 6NaBr + 5C0, + 3H 2 0. 

ion representing oxidation generally 
reduction as well — reduction meaning 
reverse of oxidation. In the case j"p- 
, of the oxidation of ferrous salts- ■•* 
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permanganate, the latter is reduced — that is, loses 
oxygen and becomes manganous sulphate — while 
the iron salt is oxidized. Sulphurous acid is a 
strong reducing agent owing to the facility with 
which it takes up oxygen and becomes sulphuric 
acid. This is shown in its action on ferric salts; 
thus : 

Feg(S0 4 ), + S0 2 + 2H 2 = 2FeS0 4 + 2H 2 S0 4 . 

Stannous chloride (SnCl 2 ) is another active re- 
ducing agent. When added in excess to a solu- 
tion of HgCl 2 it reduces the latter to metallic mer- 
cury; at the same time it is oxidized to SnCl 4 ; 
thus: 

2HgCl 2 + 2SnCl 2 = £Hg + 2SnCl 4 . 

Many more examples showing oxidation and re- 
duction might be given, but sufficient have been 
shown to serve as types of all. 



FIRST GROUP. 

POTASSIUM, SODIUM, AND AMMONIUM. 

Characteristics of the Group. — The chief char, 
acteristic of this group, analytically, is the fact 
that all its salts, with very few exceptions, are 
soluble in water. The normal carbonates of the 
group are the only ones of all the bases that are 
soluble in this menstruum. The solubility of the 
sulphides also serves to distinguish this group 
from all of the other groups except the second. 
The solubility of the hydrates is of great analytical 
importance, for owing to their exceedingly strong 
basic properties we are enabled to precipitate 
nearly all of the other metals as hydroxides, by 
the addition of one of these hydrates to a solution 
of the metal. 

Solutions of the hydrates and of the carbonates 
turn red litmus blue and turmeric paper brown.* 

* Litmus is a weak vegetable acid, dissolving in water to a red 
liquid. Its salts are blue. Litmus paper is colored with the r*^ 
solution of the acid or the blue solution of one of its salts. 

19 
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POTASSIUM. At. wt. 39.1 ; sp. gr. 0.865. 

Potassium is a white lustrous metal. It oxi- 
dizes very rapidly on exposure to the air, and 
if thrown on water it takes fire spontaneously, 
burning with a purple flame, and the water is 
found to have an alkaline reaction. 

2K + 2H 2 = 2KOH + H 2 . 

Potassium should always be kept covered with 
petroleum to protect it from the air. 

Potassium hydroxide and its salts are not vola- 
tile at a dull red heat. As already stated, very 
few of them are insoluble, the only ones being the 
platinichloride, acid tartrate, silicofluoride, and 
potassium cobaltic nitrite. The first and second 
are the ones generally used as tests for potassium. 

Potassium Platinichloride (K^Ptd^). — If hy- 
drochloroplatinic acid be added to neutral or acid 
solutions of potassium salts, not too dilute, a yel- 
low crystalline precipitate of the platinichloride is 
formed. Veiy dilute solutions are not precipitated. 
The test is best made by adding hydrochloropla- 
tinic acid to the solution to be tested in sufficient 
quantity to give a yellow color, the solution is 
then evaporated on the water-bath nearly to dry- 
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ness, and alcohol added ; if any potassium is pres- 
ent it will be found as a yellow crystalline precip- 
itate. In case sodium salts are present care must 
be taken not to carry the evaporation to complete 
dryness, for sodium forms with the platinic salt a 
corresponding compound containing water of crys- 
tallization, which is soluble in alcohol so long as 
it retains this water, but if it be driven out by 
carrying the evaporation too far, then the sodium 
platinichloride also remains as a yellow residue. 

2KC1 + H 2 PtCl 6 = K 2 PtCl 6 + 2HC1. 

The precipitate is soluble in 110 parts of cold 
and in 19 of boiling water. In alcohol it is very 
much more insoluble, requiring 12,000 parts of 
absolute alcohol to dissolve it. 

On ignition it leaves a residue of potassium 
chloride, and platinum. 

Hydrogen Potassium Tartrate (^KHCJI^O^). — 
If tartaric acid be added to neutral or alkaline 
solutions (in the latter case the reagent must be 
added until the solution becomes acid) of potas- 
sium salts, a white crystalline precipitate of the 
acid tartrate is thrown down (a). Th§ precipi- 
tate is soluble in the mineral acids (c) and in 
alkalis (b). 
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(a) KC1 + H 8 C 4 H 4 O d = KHC 4 H 4 6 + HC1 ; 

> v » 

(J) KHC 4 H 4 6 + KOH = KAH 4 8 + H 8 ; 
(c) KHC 4 H 4 6 + HC1 = KC1 + H 8 C 4 H 4 6 . 

Equations a and c are apparently contradictory, 
but this is explained by the fact that in the test a 
the tartaric acid is added in excess (that is, more 
than sufficient to combine with the potassium), and 
in c the hydrochloric acid predominates. How- 
ever, owing to the solubility of the precipitate in 
hydrochloric acid, the reaction as given in a is 
never complete, some of the potassium always re- 
maining in solution. For this reason it is better 
to use as the precipitant a solution of hydrogen 
sodium tartrate, which forms in the reaction so- 
dium chloride instead of hydrochloric acid. The 
sodium chloride has very little, if any, solvent 
action on the precipitate : 

KC1 + NaIIC 4 H 4 6 = KHC 4 H 4 6 + NaCl. 

*- • 

Whichever precipitant is used, the solution 
should be concentrated and cold. Vigorous shak- 
ing helps the precipitation very much. 

At 10° iD. one part of the precipitate requires 
250 parts of water to dissolve it, but it is soluble 
■ n 15 parts of boiling water. 
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Flame Test — If a drop of a potassium salt (best 
the chloride or sulphate) on the loop of a platinum 
wire be held in the outer flame of the Bunsen burner 
the flame will be colored violet. The presence of 
sodium salts prevents the color from being seen. 

By interposing between the flame and the eye 
a piece of deep cobalt-blue glass or an indigo 
prism the yellow sodium flame is cut off and the 
violet of the potassium is visible. 

SODIUM (Na). At. Wt 23 ; sp. gr. .972. 

Sodium is a soft silver-white metal greatly re- 
sembling potassium in all its properties. The 
properties of the hydroxide and its salts closely 
resemble the corresponding potassium compounds, 
with very few exceptions. The sodium salts are 
even more soluble, there being only one that is at 
all insoluble in water, viz., the pyroantimonate. 

Sodium Pyroantimonate. — If a freshly pre- 
pared solution of potassium pyroantimonate* be 
added to a moderately concentrated solution of a 
sodium salt having a neutral or slightly alkaline 
reaction, a white crystalline precipitate of sodium 
pyroantimonate is thrown down more or less 

* Prepared by dissolving a little of the solid salt in hot water a**' 
filtering from any insoluble residue. 
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quickly, depending on the concentration of the 
liquid. By making the test in a watch-glass and 
stirring thoroughly with a glass rod the forma- 
tion of the precipitate is much hastened. 

Acid solutions should always be evaporated to 
dryness, if possible, to remove the free acid, or if 
this cannot be done they should be neutralized 
with potassium hydroxide or carbonate. Free 
acid decomposes potassium pyroantimonate, giv- 
ing a white amorphous precipitate of metanti- 
monic acid (HSb0 3 ). 

In making this test no other salts than those of 
potassium and sodium should be present. 

In dilute solutions the precipitate will not form 
for a long time, often as much as 12 hours being 
required. 

Sodium pyroantimonate is soluble in 300 parts 
of boiling water. The following equation repre- 
sents its formation : 

2NaCl + K 2 H 2 Sb A = Na 2 H 2 Sb a 7 + 2KC1. 

* , » 

Flame Test, — Sodium salts impart to the Bun- 
sen flame an intense yellow color, even when pres- 
ent in very minute quantity. The presence of 
potassium salts does not interfere with this test. 
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It must be remembered that the merest trace of 
sodium salt will color the flame yellow. Simply 
touching the platinum ^ire with the fingers is 
sufficient to give a decided test. If the sodium 
compound is present in appreciable quantity it 
gives a color to the flame that does not disappear 
quickly. 

AMMONIUM (NH 4 ). 

Ammonium is known only in combination 
(e.g., NH 4 C1). Ammonia, NH 8 , is a gas at or- 
dinary temperatures, and is very soluble in water. 
In this solution it is supposed to exist as the hy- 
droxide NH 4 OH. On heating the solution the 
ammonia is set free again as gas. 

Ammonia combines with all the acids to form 
ammonium salts, e. g. : 

NH 3 + HC1 = NH 4 C1 ; 
2NH 3 + H 2 S0 4 = (NH 4 ) 2 S0 4 . 

All ammonium salts are volatile at a low red 
heat, which is a distinction between them and 
sodium and potassium salts, the two latter not 
)>eing volatilized at that temperature. 

The solubility of the ammonium salts corre- 
sponds very closely with those of potassium, the 
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only difficultly soluble ones being the platini- 
chloride, the acid tartrate, and certain mercuram- 
monium compounds. 

Liberation of Ammonia Gas. — The most char- 
acteristic test for ammonium compounds depends 
on the fact that they easily evolve ammonia (NH 3 ) 
when treated with suitable reagents. 

If an ammonium salt be triturated with slacked 
lime and a few drops of water, or heated with 
solution of sodium or potassium hydroxide, am- 
monia gas is set free {a and b), which may be recog- 
nized by its pungent odor, by turning moistened 
red litmus paper blue, and by the dense white 
fumes formed when brought in contact with any 
volatile acid, as hydrochloric, nitric, or acetic (c). 
This last test is best made by moistening a glass 
rod with a drop or two of the acid and holding it 
over the test-tube or other vessel in which the ex- 
periment is being made. Hydrochloric acid is the 
most sensitive in this way, but it must be remem- 
bered that the concentrated acid itself fumes in 
moist air. For this reason, acetic acid is more re- 
liable. 

Another very delicate test for free ammonia 
is to moisten a piece of filter-paper with mercurous 
nitrate and hold this over the test-tube or beaker 
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in which the ammonia is being evolved. The 
paper will become black or gray, owing to the 
action of the ammonia on the mercurous salt (d). 

(a) 2NH4Cl+Ca(OH) 2 



= CaCl 2 + 2NH 8 + 2H 2 ; 

(b) NH 4 C1 + KOH = KC1 + NHs + H 8 ; 

(c) NH S + HC1 = NH 4 C1 ; 
(J) Hg 2 (N0 8 ) 2 + 2NH 3 

= NH 2 Hg 2 N0 8 (black) + NH 4 N0 8 . 

Presence of other bases does not interfere with 
the liberation of ammonia from its compounds by 
the hydroxides of the alkalis or alkaline earths. 

Amman ium Platin ichloride. — Hy d rochloropla- 
tinic acid precipitates ammonium salts under the 
same conditions as for potassium salts, giving a 
yellow crystalline precipitate, which is rather 
more insoluble than the potassium platinichloride. 
On ignition (best after addition of ammonium ox- 
alate) it leaves a residue of metallic platinum 
(distinction from the potassium salt). 

2NH 4 C1 + H 2 PtCl« = (NH 4 ),PtClfl + 2HC1. 

Hydrogen Ammonium Tartrate. — Hydrogen so 
dium tartrate added to concentrated solution o:" 
ammonium salts gives a white crystalline pr^ip 
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tate of hydrogen ammonium tartrate. Tartaric 
acid precipitates only veiy concentrated solutions. 
The precipitate is much more soluble than the cor- 
responding potassium salt. 

NH 4 C1 + NaHC 4 H 4 6 = (NH 4 )HC 4 H 4 6 + NaCl. 

Dime? cur ammonium Iodide. — For all ordinary 
tests the reactions already given are sufficient, but 
in cases where it is necessary to test for exceed- 
ingly minute quantities of ammonia (as in potable 
waters) the Nessler test, as it is called, is the most 
delicate. This is made in the following manner : 
To the solution containing free ammonia or an 
ammonium salt is added a solution of potassium 
mercuric iodide containing an excess of potassium 
hydrate (Nessler reagent*). If the ammonia is 
present in any quantity a brown precipitate is 
formed, but in very dilute solutions it gives only a 
brown or yellow color. 

2(2KI, Hgl 2 ) + NH 3 + 3KOH 

= NHg 2 I, H 2 + 7KI + 2H 8 0. 

*Nessler's reagent is made by dissolving 16 grams of mercuric 

chloride in about 500 c.c. of water. Add this slowly to a solution of 

85 grams of potassium iodide in 200 c.c. of water, until a precipitate 

begins to form. Then add 160 grams of potassium hydrate and dilute 

o one litre. Finally, add strong solution of mercuric chloride until 

u * red precipitate of mercuric iodide just begins to be permanent. 

aot filter, but allow any precipitate to settle. 
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The presence of salts of the alkalies (except 
cyanides and sulphides) does not interfere with 
this test, but care must be taken to see that the 
solution is neutral or alkaline before adding the 
reagent. Salts of the alkaline earths should be re- 
moved by adding just sufficient of a mixture of 
about 1 part potassium or sodium hydrate and 
2 parts of sodium carbonate to completely precipi- 
tate them. The precipitate is allowed to settle 
and the clear liquid tested with the Nessler re- 
agent. 



SEPARATION OF FIRST-GROUP METALS. 

We have found by our study of the several 
metals of the group that potassium and ammo- 
nium salts are both precipitated by hydrochloro- 
platinic acid and hydrogen sodium tartrate, so we 
cannot use these reagents as a distinctive test for 
either metal when both may be present in the 
same solution. Again, the test for sodium with 
pyroantimonate requires that no other salts than 
those of potassium may be present, and as it adds 
potassium to the solution, we cannot, of course, test 
in it for that metal. 

It is evident, then, that the first step in the s* 
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aration will be to determine whether ammonium 
salts are present, and if found, to remove them by 
suitable means. 

The test with slaked lime or potassium or 
sodium hydrates affords us a ready means of test- 
ing for ammonia, the test being made on a sepa- 
rate portion of the mixture. If found, we can 
make use of the fact that ammonium salts are vol- 
atile on ignition, by taking a fresh portion of the 
solution and evaporating to dryness and then 
igniting carefully until no more fumes of ammo- 
nia salts are given off. The residue will now con- 
tain only the sodium and potassium salts, and by 
dissolving it in a very little water and dividing 
into two portions we can test one with pyroanti- 
monate for sodium and the other with hydrochlo- 
roplatinic acid or hydrogen sodium tartrate for 
potassium. 

It is well to test the residue left after driving 
out the ammonium salts by taking a little of it on 
a platinum wire and making the flame test. This 
simple test will often show aft once which metal is 
present; for instance, if it should give a violet 
flame, this would prove the presence of potassium, 
and it would be unnecessary to look further for 
<odium, as its flame would have shown even in 
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presence of much potassium. If the residue gave 
a strong yellow flame that took some time to burn 
off, that would be sufficient for sodium, and the 
potassium could then be determined by use of the 
blue glass or by precipitation with hydrochloro- 
platinic acid. 



i — 



SECOND GROUP. 



BARIUM, STRONTIUM, CALCIUM, MAGNESIUM. 



The insolubility of the normal carbonates and 
phosphates of this group serve to distinguish it 
from the first group, and the fact that it is not 
precipitated by hydrosulphuric acid nor ammo- 
nium sulphide distinguishes it from the succeeding 
groups. 

The solubility of the hydroxides in water de- 
creases in regular order from barium hydroxide, 
which is easily soluble to magnesium hydroxide, 
which is very insoluble. The reverse is true of 
the sulphates, magnesium sulphate being easily 
soluble, calcium sulphate difficultly so, strontium 
sulphate much more insoluble, and barium sul- 
phate insoluble not only in water but in acids. 

The hydroxides and salts of this group are all 

colorless (unless the acid be colored as chromic 

acid), and are not volatile at a red heat. 

a? 
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BARIUM (Ba). At. wt. 1374. 

Barium is found in considerable quantities as 
barite or heavy spar (BaS0 4 ) and as witherite 
(BaC0 8 ). 

Almost all of the barium salts are insoluble in 
water, but with the exception of the sulphate and 
silicofluoride they are soluble in acids. The 
chloride and nitrate are nearly insoluble in al- 
cohol, and insoluble in a mixture of equal parts of 
alcohol and ether. They are also insoluble in 
strong hydrochloric or nitric acids ; for this rea- 
son, if either of these acids be added to a concen- 
trated solution of a barium salt a white precipitate 
will form, which, however, dissolves readily on 
diluting with water. 

Barium Hydroxide (Ba(OIT)^). — Sodium and 
potassium hydrates (free from carbonate) give no 
precipitate with barium salts unless the solutions 
are concentrated. 

Ammonium hydrate causes no precipitate. 

Barium Carbonate (BaC0 3 ). — The carbonates 
of potassium, sodium, and ammonium precipitate 
barium salts as a white amorphous precipitate. 
The precipitate is slightly soluble in ammonium 
chloride. It is easily soluble in all acids. 
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BaCla + (NH 4 ) 8 C0 3 = BaCO, + 2NH 4 C1 ; 

' » ' 

BaC0 8 + 2HC 2 H S 2 = Ba(C 2 H 8 2 ) 2 + CO* 

' * ' 

Barium Sulphate (BaS0 4 ). — Sulphuric acid 
or soluble sulphates give, even in very dilute solu- 
tions of barium salts, a white pulverulent precipi- 
tate of barium sulphate. The precipitate is insol- 
uble in water and dilute -acids. 

A solution of calcium sulphate in water serves 
as a useful reagent to distinguish between barium 
and strontium salts. With the former it gives an 
immediate precipitate, unless the solution be very- 
dilute, but with strontium the precipitate forms 
only slowly. 

BaCl 2 + H 2 S0 4 = BaS0 4 + 2HC1 ; 
BaCl 2 + CaS0 4 = BaS0 4 + CaCl* 

Barium Chromate (JiaOrO^). — Solutions of 
barium salts containing no free mineral acid are 
precipitated by potassium chromate or dichro- 
mate, giving a yellow precipitate which is very 
insoluble in water and in ammonia. It is slightly 
"■"uble in ammonia salts, in chromic acid, and 
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acetic acids. The solubility in acetic acid in- 
creases with the strength of the acid. 

BaCl 2 + K 2 Cr0 4 = BaCr0 4 + 2KC1. 

Soluble phosphates and oxalates precipitate neu- 
tral or alkaline solutions of barium salts as white 
precipitates of phosphate (a) and oxalate (Z>). 
The phosphate is soluble in hydrochloric, nitric, 
and acetic acids, the oxalate in hydrochloric and 
nitric acids, but not in acetic except when first 
precipitated. 

(a) BaCl 2 + Na 2 HP0 4 = BaHP0 4 + 2NaCl ; 
(5) BaCl2 + (NH 4 ) ,CA = BaC 2 4 + 2NH 4 C1. 

Flame. — Barium salts (best the chloride or sul- 
phate) when held in the Bunsen flame on a loop 
of platinum wire impart to it a yellowish-green 
color. 

STRONTIUM (Sr). At. wt 87.6. 

Strontium salts in their reactions very closely 
resemble the corresponding barium compounds. 

The hydroxide is somewhat less soluble in 
water than barium hydroxide. The chloride is 
deliquescent, and is soluble in absolute alcoho? 
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(distinction from barium). The nitrate is nearly 
insoluble in absolute alcohol and in a mixture of 
absolute alcohol and ether (distinction from 
calcium). 

The hydroxides and carbonates of the alkalies 
give the same reactions with strontium salts as 
with those of barium. 

Strontium Sidphate (SrSO^). — Sulphuric acid 
and soluble sulphates precipitate strontium salts, 
giving a white precipitate of sulphate. The pre- 
cipitate is much more soluble than barium sul- 
phate, both in water and in acids, and for this 
reason it precipitates only slowly from dilute 
solutions. With calcium sulphate the precipita- 
tion is always slow except in very concentrated 
solutions (distinction from barium). The appli- 
cation of heat helps this precipitation as well as 
all others of strontium as sulphate. 

Soluble phosphates and oxalates precipitate neu- 
tral or alkaline solutions of strontium salts, yield- 
ing white precipitates of phosphate and oxalate 
corresponding to the barium phosphate and oxa- 
late, and having about the same solubilities. 

Potassium dichromate does not precipitate 
strontium salts even from concentrated solutions. 
Normal chromates in neutral solutions not very 
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dilute give, on standing for some time, a yellow 
precipitate of chromate. Solutions acid with 
acetic acid are not precipitated (distinction from 
barium). 

Flame. — Strontium salts (preferably the chlo- 
ride) impart a crimson color to the Bunsen flame 
that is very characteristic. Strontium sulphate 
and salts of fixed acids should be moistened with 
concentrated hydrochloric acid before briuging 
them into the flame. 

CALCIUM (Ca). At. wt. 40. 

Calcium is found in enormous quantities in the 
form of carbonate (limestone, marble, etc.) and as 
sulphate (gypsum), and is an important constitu- 
ent of many silicates. 

Calcium oxide (quicklime) and the hydroxide 
Ca(OH) 2 (slaked lime) are considerably more in- 
soluble than barium and strontium oxides and 
hydroxides. Calcium chloride and nitrate are 
soluble in absolute alcohol and in a mixture of 
alcohol and ether. 

The hydroxides of potassium, sodium, and am- 
monium, and their carbonates, act in much the 
same way with calcium salts as with those of 
barium and strontium. 
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Calcium carbonate when first precipitated is 
amoi*phous, but on standing, or more quickly by 
heating, changes to the crystalline form. It is 
easily soluble in acids, even in carbonic, and is 
also somewhat soluble in ammonium chloride. 
From its solution in carbonic acid it is precipi- 
tated on heating. 

CaCl 2 + Na 2 C0 3 = CaCOs + 2NaCl; 

CaC0 3 + C0 2 + H 2 = CaH 2 (C0 8 ) 2 ; 

' — « — * 

CaH,(C0 8 ), + heat = CaCO s + C^+ H 8 0. 

Calcium Sulphate. — Sulphuric acid and soluble 
sulphates give with calcium salts white precipi- 
tates of sulphate that form more or less quickly, 
according to the sulphate used and the strength 
of th^ solution. 

Very dilute solutions are not precipitated. 

Calcium sulphate is soluble in a large quantity 
of water, and much more soluble in acids. It is 
also soluble in strong solution of ammonium sul- 
phate. 

Calcium Oxalate. — Solutions of calcium salts 
containing no free mineral acid are precipitated by 
ammonium oxalate, yielding a white precipitate 
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of oxalate. In very dilute solutions the precipi- 
tate only forms slowly. Presence of free am- 
monia and heat help the precipitation. Calcium 
oxalate is easily soluble in hydrochloric and nitric 
acids, and almost insoluble in acetic or oxalic. Of 
all tests for calcium it is the most delicate. 

Soluble phosphates give the same reactions with 
calcium salts as with those of barium and stron- 
tium. 

Potassiwm dichromate and the normal chro- 
mates do not precipitate calcium salts. 

Flame. — Calcium salts give a yellowish-red 
color when brought into the Bunsen flame. 

MAGNESIUM (Mg). At. wt. 24.3 ; sp. gr. 1.74. 

Magnesium is a silvery - white metal, which 
when ignited in the air burns with an intense 
white flame, forming the oxide MgO. 

It does not decompose water at ordinary tem- 
peratures. It is found widely distributed in na- 
ture as carbonate and silicate. Hydrochloric and 
sulphuric acids dissolve it very readily with evolu- 
tion of hydrogen. 

The oxide and hydroxide are very insoluble in 
water, but soluble in acids. 
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Many magnesium salts are soluble in water, 
and with the exception of the sulphate are easily- 
decomposed on gentle ignition, most of them even 
by evaporation of their solutions. 

Magnesium Hydroxide. — The hydroxides of 
potassium, sodium, barium, strontium, and calcium 
give, with solutions of magnesium salts, a white 
precipitate of hydroxide. If ammonium salts are 
present, the reagent must be added in excess and 
the solution boiled to insure complete precipita- 
tion: 

MgCl 2 + 2KOH = Mg(OH) 2 + 2KCL 

Ammonium Hydrate. — The action of ammonia 
on magnesium salts varies, depending on the pres- 
ence or absence of ammonium salts. Magnesium 
salts readily unite with those of ammonium to 
form double salts, and on these compounds am- 
monia has no action. Of course the addition of 
ammonia to an acid solution containing magnesium 
has the same effect, as the first action is a combi- 
nation of the ammonia and free acid forming an 
ammonium salt, which then unites with the mag- 
nesium to form the double salt. 

When ammonium salts or free acid are not 
present, ammonia partially precipitates magnesium 
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solutions, giving a white precipitate of the hy- 
droxide : 

2MgCl 2 + 2NH 4 OH 

= Mg(OH) 2 + MgCl 2 , NH 4 C1 + NH 4 C1. 

< , . 

The reason for the precipitation not being com- 
plete is shown by the equation to be due to a por- 
tion of the magnesium uniting with the ammonium 
chloride formed in the reaction and producing the 
double chloride MgCL , NH 4 C1. 

The magnesium hydroxide formed in this and 
the preceding reaction is soluble in ammonium 
salts, as shown by the following reaction : 

Mg(OH) 2 + 3NH 4 C1 = MgCl 2 ,NH 4 Cl + 2NH 4 OH. 

Magnesium Carbonate. — Sodium and potassium 
carbonates give with magnesium solution a white 
precipitate of basic carbonate, a portion of the 
magnesium remaining in solution as acid or bicar- 
bonate. On heating the solution the latter is de- 
composed and precipitates as normal carbonate : 

5MgCl 2 + 5Na,C0 3 + H 2 

= 4MgC0 8 ,Mg(OH) 2 + lONaCl + C0 2 . 

The presence of ammonium salts interferes with 
or prevents this precipitation. 



42 MAGNESIUM. 

Ammonium Carbonate in presence of ammo- 
nium chloride does not precipitate magnesium salts 
unless the latter are concentrated, and then only- 
after standing some time. 

In absence of ammonium salts it gives after 
some time a precipitate of MgC0 8 3H 2 if the 
ammonium carbonate be present in slight excess ; 
of a double carbonate, MgC0 3 , (NH 4 ) 2 C0 3 ,4H 2 0, 
when the reagent is added in large excess. 

Magnesium Phosphate. — Hydrogen disodium 
phosphate gives with neutral solutions of mag- 
nesium salts a white precipitate of phosphate, 
MgHP0 4 : 

MgCl 2 + Na,HP0 4 = MgHP0 4 + 2NaCL 

«- . * 

T 

The test is made much more delicate by adding 
ammonium chloride and hydrate to the solution 
before the addition of the phosphate. Under 
these conditions a white crystalline precipitate of 
magnesium ammonium phosphate is thrown down, 
even from very dilute solutions. The presence of 
free ammonia in excess helps the precipitation. 
Shaking or stirring the mixture hastens the pre- 
cipitation : 
MgCl 2 + NH 4 C1 + NH 4 OH + Na*HP0 4 

= MgNH 4 P0 4 + 2NaCl + NH 4 C1 + H*0. 
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The precipitate of MgHP0 4 and that of 
MgNH 4 P0 4 are both easily soluble in acids, even 
in acetic. 

Amirwnium Oxalate in dilute solutions of mag- 
nesium salts causes no precipitate except on stand- 
ing. In concentrated solutions a precipitate forms 
more quickly. Presence of ammonium chloride 
and hydrate interferes with or prevents the pre- 
cipitation of magnesium as oxalate. 

Sulphuric Acid and Soluble Sulphates produce 
no precipitate with magnesium salts. 

Chromates do not precipitate magnesium solu- 
tions. 

Magnesium salts do not give any color to the 
Bunsen flame. 



SEPARATIONS. 



On reviewing the reactions of the metals of the 
second group we find that three of them, viz., 
barium, strontium, and calcium, act in much the 
same way with many of the reagents, and conse- 
quently the methods of separation are correspond- 
ingly limited. The metals just mentioned are 
readily separated from magnesium by making us* 
of the action of ammonium carbonate in presence 
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of ammonium chloride, which precipitates them 
as carbonates, leaving the magnesium in solution. 
The carbonates may then be separated from each 
other by taking advantage of the differences in 
their reactions with chromates and by the differ- 
ence in solubility of strontium and calcium sul- 
phates. The accompanying scheme of separation 
is based on these reactions. 

Another method, and one which has the advan- 
tage of giving some idea as to the quantity of each 
metal present, is to dissolve the three carbonates 
in acetic acid and precipitate the barium as in the 
method given in the scheme ; the strontium and 
calcium are then reprecipitated from the filtrate 
by adding ammonia and ammonium carbonate. 
The carbonates are dissolved in nitric acid and 
evaporated to dryness, and then heated for about 
fifteen minutes at a temperature of 150° to 180° C. 

The dry residue should be at once finely pul- 
verized and then rubbed up with about 10 c.c. of 
a mixture of equal parts of absolute alcohol and 
ether. The solution is filtered after a few minutes 
and the residue washed several times with small 
quantities of the alcohol and ether mixture. The 
strontium nitrate remains insoluble while the 
calcium nitrate goes into the solution. The 
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residue may be dissolved in a little water and the 
presence of strontium confirmed by testing with 
calcium sulphate. The solution containing the 
calcium nitrate is tested by the addition of a few 
drops of dilute sulphuric acid, when the formation 
of a precipitate in any considerable quantity 
proves the presence of calcium. Should the pre- 
cipitate be only trifling, it might possibly be due 
to a trace of strontium, and it should be tested in 
the flame or by some other confirmatory test. 

The Sulphates of Bcwium, Strontium, and Cal- 
cium are so insoluble in both water and acids (this 
is especially the case with barium and strontium 
sulphates) that some special method has to be 
adopted in order to get them into solution. 
This is best done by fusing the dry sulphates 
with four or five parts of sodium potassium car- 
bonate in a platinum crucible. The insoluble 
sulphates are thus converted into carbonates, and 
the sulphuric acid combines with the sodium 
and potassium as sulphates soluble in water : 

BaS0 4 + Na,C0 3 = BaC0 3 + Na 2 S0 4 . 

By treating the fused mass with boiling watei 
until thoroughly disintegrated the sodium and po- 
tassium sulphates, as well as the excess of flux, are 
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dissolved, and on filtering and washing the residue 
(the washing should be continued until the wash- 
ings give no precipitate with barium chloride) the 
carbonates of barium, strontium, and calcium are 
obtained free from sulphate, and can be at once 
dissolved in acetic acid and separated in the usual 
way. 



SEPARATIONS. 
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SCHEME I.— SEPARATION OF 1° AND 2° GROUPS. 



Filtrate 23. 

Add a small quantity of NH 4 C1, and then NH 4 OH until alkaline, then 
(NH 4 ) a CO t in slight excess; warm and filter. Wash the ppt. Note 1. 



Ppt. 35. 
BaCO a 4- SrCO, + CaCO a . 

Dissolve in the least possible quan- 
tity of hot, dil. HC9H.O0 (36), and 
test a small portion of the sol. for 
Ba, by addition of CaSO*. An im- 
mediate ppt. shows Ba. if no ppt. 
forms at once heat gently and allow 
to stand 10 miu. The appearance of 
a ppt. on standing will indicate Sr. 

If Ba has been found by the above 
test, add to the main part of the sol., 
K,Cr0 4 * in slight excess; allow to 
stand a few minutes, filter and wash. 
(If Ba is not found as above, omit 
this treatment, and proceed to test 
for Sr and Ca, as below, Fart 1° and 
«•. (Note 2.) 



Filtrate 35. 

MgCl a , NH4CI -4- KC1 + NaCl 4- traces 
of Ba and Ca + NH 4 Salts. 



Divide into 2 parts. 



of 



Part 1°.— Add a few drops 
(NH 4 ) 3 S0 4 , and of (NH 4 ) a C a 4 ; a 
white ppt. shows traces of BaS0 4 + 
CaCo0 4 (43). Filter. To the filtrate 
add NH 4 OH and Na 2 HP0 4 . A white, 
crystalline ppt. shows MgNH 4 P0 4 
(44), and proves Mg. (Note 3.) 

Part 2°.— Evaporate to dryness, 
and ignite, to expel all NH 4 salts. 
Dissolve residue (45) in a little water, 
and filter. Evaporate the filtrate to 
very small bulk, and make the flame- 
test for Na. Then add a few drops 
of H a PtCl« to the solution, and stir 
with a glass rod. A yellow, crystal- 
line ppt. shows (46) K a PtCl«, and 
proves K. Addition of alcohol in- 
creases the delicacy of this test. 

(Note 4.) 



Ppt. 37. 
BaCr0 4 (yellow). 



Filtrate 37. 

Sr(C a H 8 O a ) a + Ca(C a H 8 O a ) a . 

Add NH 4 OH to alkaline reaction, then 
(NH 4 ) 3 CO a in slight excess, heat, filter, and 
wash. 



Ppt. 38. 

SrCO, 4- CaCO,. 

Dissolve in hot dil. HC a H a O a . Divide solution into two parts. 



Filt. 88 
NH 4 salts. 
Reject. 



Part. 1°. 

Add a solution of CaS0 4 , 
warm and allow to stand 
some time. A white ppt. = 
8rSO*. Moisten ppt. with 
HC1 (cone.) and test in the 
flame. Crimson flame proves 
St. 



Part 2°. 

Make alkaline' with NH.OH, then add a 
concentrated solution of (NH 4 ) 3 80 4 boil for- 
some minutes and filter. (Note 5.) 



Ppt. 41. 
SrS0 4 4-CaS0 4 . (?) 



Filtrate 41. 

Add a few drops of 
HC a H,O a &(NH«) a Ca0 4 . 
A white ppt.=CaC a 4 — 
proves Ca. (Note (J.) 



• Prepared from K a Cr a 7 by adding NH 4 OH until the color changes to yellow, 
but not sufficient to make the solution alkaline. 



NOTES TO SCHEME. 

Note 1.— The amount of ammonium chloride 
added must be sufficient to form a double chloride 
with the magnesium present, so that the latter 
will not be precipitated by the ammonia or am- 
monium carbonate. A large excess of the chlo- 
ride is to be avoided, as the carbonates of barium 
and calcium are perceptibly soluble in it. When 
the solution under examination is a filtrate from 
the separation of the 3° and 4° groups, it is not 
necessary to add any ammonium chloride at this 
point because it has already been added before 
precipitating those groups. After the addition of 
the ammonia and ammonium carbonate the mix- 
ture should be heated gently (do not boil) for 
some time, and until the precipitate, if any, settles 
in the crystalline form. 

If the solution is a filtrate from the 3° and 4° 
groups it is sometimes brown or almost black, due 
generally to an imperfect separation of nickel in 
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the preceding groups. In such cases the solution 
should be boiled until no more ammonia is given 
off, then allowed to cool, and finally made slightly 
acid with acetic acid, and filtered. The precipi- 
tate is tested for nickel, and the filtrate, after be- 
ing made alkaline with ammonia, for the 1° and 
2° groups. 

Ammonia is always tested for in the original 
solution. The test is made, as already described 
under the reactions for ammonia, by heating with 
an excess of sodium or potassium hydrate. 

The formation of a precipitate on the addition 
of the alkali does not interfere with the test, but 
care must be taken to add sufficient of the hydrate 
to make the solution distinctly alkaline. 

Note 2. — The precipitate of the carbonates 
should be dissolved in a little hgt acetic acid and 
the solution obtained evaporated nearly to dryness 
to drive off any excess of acid. 

It is then diluted with a small quantity of 
water and tested as given in the scheme. The 
presence of a little free acetic acid is necessary to 
prevent any strontium being thrown down as 
chromate, but an excess is injurious, as barium 
cliromate is somewhat soluble in it. 

Note 3. — If barium and calcium have not beei 
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found in Ppt. 35, the ammonium sulphate and 
oxalate should be added to separate portions of 
the filtrate, and if either or both give a precipitate 
they should be filtered on separate filters and the 
precipitates, after moistening with a drop of con- 
centrated hydrochloric acid, tested on platinum 
wire in the Bunsen flame for barium and calcium. 
The ammonium sulphate, of course, precipitates 
the barium, and the oxalate the calcium and per- 
haps barium. 

Note 4. — If magnesium has been found in part 
1°, it is well to add some ammonium oxalate to 
part 2° before evaporation, as it helps to decom- 
pose the magnesium salt. The ignition must be 
continued until all fumes have ceased. 

Should no precipitate form on addition of the 
hydrochloroplatinic acid, the solution must be 
evaporated nearly to dryness and alcohol added. 
Potassium, if present, will then surely show. 

In using the flame test for sodium the student 
must learn to distinguish between a mere trace 
and any appreciable quantity. 

Note 5. — This treatment with ammonium sul- 
phate does not effect a complete separation of the 
strontium and calcium. Some of the calcium gen- 
tly remains with the strontium, and a little of 
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the strontium may dissolve and go into the solu- 
tion with the calcium. 

Note 6. — The solution is made slightly acid 
with acetic acid so as to prevent the precipitation 
of any traces of strontium that may have dissolved 
in the ammonium sulphate. If the solution is 
very dilute, the precipitate of calcium oxalate 
will only form slowly. 



THIRD GROUP. 

ALUMINIUM, CHROMIUM, TITANIUM. 

The oxides and hydroxides of this group are 
very insoluble in water. The precipitated hy- 
droxides (except metatitanic acid) are easily solu- 
ble in acids ; but the oxides dissolve with more or 
less difficulty, and after ignition are almost in- 
soluble. 

The third-group metals do not form sulphides 
in the wet way, and for this reason are not pre- 
cipitated as sulphide by either hydrosulphuric 
acid (H 2 S) or alkaline sulphides. Ammonium 
sulphide precipitates them from neutral solutions 
as hydroxide. This reaction distinguishes them 
from the metals of the fourth, fifth, and sixth 
groups. 

ALUMINIUM (Al). At wt 27.1 ; sp. gr. 2.58. 

Aluminium is found in enormous quantities in 
combination with silica, as clay, feldspar, etc. It 
ilso occurs as the oxide and fluoride. It is a 
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moderately hard tin-white metal, very malleable 
and ductile, and may be highly polished. It fuses 
at 700° C. It is not oxidized by the air, and is 
unacted on by hydrosulphuric acid or ammonium 
sulphide. Nitric acid has scarcely any effect on 
it, but it is soluble in hydrochloric and sulphuric 
acids, and in sodium and potassium hydrates : 

2 Al + 6HC1 = A1 2 C1 6 + 3H* ; 
2A1 + 2KOH = K 2 A1 2 4 + 3H* 

Aluminium forms the oxide AL,0 3 and a cor- 
responding series of salts. The oxide dissolves 
with difficulty in dilute acids, but more easily 
when the acid is concentrated and hot. When 
fused with sodium or potassium disulphate it is 
converted into the sulphate, which is easily solu- 
ble in water : 

A1A + 3(K 2 S0 4 , S0 3 ) = A1 2 (S0 4 ) 3 + 3K 2 S0 4 . 

When fused with sodium or potassium hydrate 
or carbonate (if sodium or potassium hydrate is 
used the fusion must be made in a silver or nickel 
crucible) it forms an aluminate soluble in water 
or acids : 

A1A + 2KOH = KtAlA + H 2 0. 
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The aluminium salts are almost all colorless. 
The haloid salts and the normal nitrate, sulphate, 
and acetate are all soluble in water. On ignition 
the soluble oxygen salts are decomposed, leaving a 
residue of oxide (A1 2 8 ). 

Many aluminium salts combine with those 
of the metals to form double salts, among the 
most important of which are the alums, such as 
K 2 S0 4 ,A1 2 (S0 4 ) 3 ,24H 2 0. 

Most of the aluminium compounds insoluble in 
water (with the exception of certain minerals) are 
dissolved by hydrochloric acid. 

Those that are insoluble in this acid may be 
got into a soluble form by fusion with alkaline 
hydrate, carbonate, or disulphate, as already ex- 
plained. 

Aluminium Hydroxide (AlJ^OH)^). — If am- 
monium sulphide be added to a solution of an 
aluminium salt a white precipitate of the hydrox- 
ide is thrown down, which is insoluble in an ex- 
cess of the precipitant : 

A1 2 (S0 4 ) 8 + 3(NH 4 ) 2 S + 6H 2 



= Al 2 (OH) 6 + 3(NH 4 ) 2 S0 4 + 3H8S. 

Potassium and Sodium Hydroxides give with 
»luminium salts a precipitate of the hydroxide 
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containing alkali and basic salt (a). The pre- 
cipitate is easily soluble in excess of the reagent 
(£), and is not reprecipitated on boiling (distinc- 
tion from chromium) ; but on the addition of am- 
monium chloride, especially on heating, it repre- 
cipitates as the hydroxide (c). 

(a) A1 2 (S0 4 ) 8 + 6KOH = Al 2 (OH) 6 + 3K 2 S0 4 ; 

V , * 

(b) Al^OH), + 2KOH = K^IA + 4H 8 ; 

> , * 

(c) KgAlA + 2NH 4 C1 + 4H a O 

= Al 2 (OH) 6 + 2KC1 + 2NH 4 OH. 

Ammonium Hydroxide also gives a precipitate 
of the hydroxide which is insoluble in a slight ex- 
cess of the precipitant, but perceptibly soluble in 
a large excess. From this solution in excess of 
the ammonia it is reprecipitated on boiling, as this 
drives out the excess of ammonia. 

The Alkali Carbonates give a precipitate of 
hydroxide and basic carbonate. The precipitate 
is slightly soluble in the carbonates of potassium 
and sodium, but much less soluble in ammonium 
carbonate. 

Ba/rivm Carbonate completely precipitates sob 
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tions of aluminium salts, even in the cold, giving 
a precipitate consisting of hydroxide and basic 
salt. The barium carbonate should be used in a 
very finely divided state. 

The presence of non-volatile organic acids, such 
as tartaric, citric, etc., and of sugar or similar or- 
ganic matter, interferes with or completely pre- 
vents the precipitation of aluminium as hydroxide. 

Aluminium Phosphate. — With neutral solu- 
tions of aluminium salts or those acid only with 
acetic acid sodium phosphate gives a white floc- 
culent precipitate of phosphate. 

The precipitate is soluble in the mineral acids 
and in sodium or potassium hydroxide, but diffi- 
cultly so in ammonia. Ammonium chloride 
reprecipitates it from its solution in the alkalies : 

A1 2 (S0 4 ) 3 + 2Na 2 HP0 4 + 2NaC 2 H 3 0, 

= A1 2 (P0 4 ), + 3Na 2 S0 4 + 2HC,H 8 2 . 

Aluminium Basic Acetate. — If a moderate ex- 
cess of sodium or ammonium acetate be added to 
a dilute neutral or slightly acid solution of an 
aluminium salt and the liquid boiled, a white pre- 
cipitate of basic aluminium acetate will be thrown 
down : 
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A1 2 (S0 4 ) 3 + 6NaC ,H A + 2H,0 

= Al 2 (OH) 2 (C,H 3 2 ) 4 + 3Na,>S0 4 + 2HC 2 H 3 Oo. 

The precipitate is easily soluble in hydrochloric 
and sulphuric acids. 

CHROMIUM, (Cr). At. wt. 52.14 ; sp. gr. 6.8-7.3. 

Chromium in the metallic state is rarely met 
with. It is sometimes alloyed with steel in the 
proportion of 0.5% to 0.75$, for the purpose of 
hardening the former. 

It is readily soluble in chlorine or hydrochloric 
acid, and in sulphuric acid on warming. 

Chromium occurs chiefly as oxide in com- 
bination with oxide of iron as chrome-ironstone 

FeO,Cr 2 3 . 

Three oxides of chromium are known — Cr 2 3 , 

Cr0 2 ,Cr0 3 . The monoxide has not been obtained 
in the anhydrous state, although its hydroxide is 
known. 

Chromic oxide (Cr 2 3 ) is green, the hydroxide 
a bluish green. The common salts of chromium 
are those of this oxide. They are all of a violet 
or green color, and many of them are soluble in 
water. Most of those not soluble in water a^f 
soluble in hydrochloric acid. 
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The oxygen salts of volatile acids are decom- 
posed on ignition, leaving a residue of chromic 
oxide (Cr 2 8 ) which is almost insoluble in acids. 

Chromium Hydroxide. — Potassium and sodium 
hydroxides precipitate chromic salts, giving bluish- 
green precipitates of the hydroxide containing al- 
kali (a). The precipitate is easily soluble in an 
excess of the reagent, yielding an emerald-green 
solution (b). From this solution on long boiling 
the hydroxide is reprecipitated (<?). Addition of 
ammonium chloride effects the same result (d). 

(a) Cr 2 (S0 4 ) 3 + 6KOH = Cr,(OH) 6 + 3K 2 S0 4 ; 
(£) Cr 2 (OH), + 2KOH = K 2 Cr 2 4 + 4H 2 ; 

(c) K 2 Cr 2 4 + 4H 2 = Cr 2 (OH) 6 + 2KOH ; 

(d) K 2 Cr 2 4 + 2NH 4 C1 + 4H s O 

= Cr 2 (OH), + 2KC1 + 2NH.OH. 

T 

Ammonia and Ammonium Sulphide also give 
precipitates of chromic hydroxide which are 
slightly soluble in excess of ammonia. On boil- 
ing the precipitation is complete. 

The Alkaline Carbonates give precipitates of 
basic carbonate, which dissolve with difficulty in 
an excess of the reagent. 
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Barium Carbonate precipitates chromium as a 
basic carbonate. The precipitation takes place in 
the cold, but requires long digestion to make it 
complete. 

Sodium Phosphate in presence of sodium ace- 
tate precipitates neutral or slightly acid solutions 
as green chromic phosphate, Cr 2 (P0 4 ) 2 . 

The presence of tartaric, citric, and oxalic acids, 
sugar, etc., interferes more or less with all of the 
precipitations of chromium that have been men- 
tioned. 

Oxidation to Chromic Acid. — The most charac- 
teristic reactions for chromium depend on its oxi- 
dation to chromate. The reaction is indicated by 
a change in color from green or violet to yellow 
or red. If any one of the precipitates already 
mentioned or any compound of chromium be fused 
(best in a platinum crucible) with four or five 
parts of a mixture of sodium carbonate and potas- 
sium chlorate in equal proportions, the chromium 
will be oxidized to chromate, Na^CrO^ 

By dissolving the fused mass, which, if chro- 
mium is present is of a yellow color, in water, 
acidifying with acetic acid, and adding lead ace- 
tate, a yellow precipitate of lead chromate will bt 
obtained: 
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Cr^OH), + 2N83C03 + KC10 8 



= 2Na. 2 Cr0 4 + KC1 + 2C0 2 + 3H 2 ; 
NaaCi-04 + Pb(C 2 H 8 8 ) 2 = PbCr0 4 + 2NaC 2 H 8 2 . 

A similar oxidation is effected by treating the 
solution of chromium hydroxide in potassium hy- 
droxide (K 2 Cr 2 4 ) with bromine. In performing 
the operation the solution must be kept alkaline 
and the mixture warmed for some time and finally 
heated to boiling. The color changes from bluish 
green to yellow. If the solution be now acidified 
with acetic acid and a drop or two of lead acetate 
added, a yellow precipitate of lead chromate will 
be formed : 

K 2 Cr 2 4 + 8KOH + 3Br 2 

= 2K 2 Cr0 4 + 6KBr + 4H 2 0. 

Other oxidizing agents, as lead or sodium diox- 
ides, or potassium permanganate, in alkaline solu- 
tion, effect the same oxidation. 

In a Bead of JBorax or Sodium Metaplwsphate 
in either the oxidizing or reducing flame, chro- 
mium compounds give an emerald-green color. 

TITANIUM (Ti). At. wt 48.1; sp. gr. 3.58. 

Titanium is a comparatively rare metal, and is 
not found in the metallic state. It occurs as the 
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dioxide, Ti0 2 , in several minerals, and is frequently 
met with in magnetic iron ores, and for this rea- 
son it is necessary to know something about its 
properties. The metal is easily soluble in acids, 
even in acetic. 

It forms three oxides, TiO, Ti 2 3 , and Ti0 2 . 

Salts of the last two oxides are known. Ti0 2 , 
besides acting as a basic oxide, also acts as a 
feeble acid. 

Titanium dioxide after ignition is insoluble in 
acids, except in concentrated sulphuric and hydro- 
fluoric. Fusion of the dioxide with potassium 
disulphate (the fusion should be continued for a 
considerable time, half an hour or more, at a low 
heat) yields a mass that is completely soluble in a 
large quantity of cold water (hot water must not 
be used, as metatitanic acid is precipitated from 
hot solutions). 

Titanic oxide may also be readily brought into 
solution by fusing with potassium hydrogen fluo- 
ride and dissolving the fusion in dilute hydro- 
chloric acid. 

Solutions of titanium dioxide in hydrochloric 
or sulphuric acids are precipitated by the alkalies. 
the alkaline carbonates, ammonium sulphide, anc 
barium carbonate as titanic acid, H 2 Ti0 3 , a whiu 
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flocculent precipitate insoluble in excess of the 
reagents. When thrown down from cold solution 
the precipitate is soluble in hydrochloric and sul- 
phuric acids : 

Ti(S0 4 ) 2 + 4KOH = I^TiOa + SK^SO, + H 2 0. 

» , * 

Sodium Phosphate precipitates solutions of 
titanium salts as a white precipitate of phosphate 
(TiOHP0 4 ). The precipitate forms even in solu- 
tions containing much hydrochloric acid. 

Potassium Ferrocyanide added to acid solutions 
gives a bright reddish-yellow precipitate. 

Sodium Thiosulphate precipitates nearly neutral 
solutions on boiling as titanic acid, H 8 Ti0 8 (sepa- 
ration from iron). 

Precipitation on Boiling. — Solutions of tita- 
nium in hydrochloric or sulphuric acids, not con- 
taining much free acid, on dilution with consider- 
able water and boiling give a white precipitate of 
metatitanic acid insoluble in dilute acids. The 
solution best suited for this reaction is one in sul- 
phuric acid containing only a slight excess of the 
acid. In order to insure complete precipitation the 
boiling must be continued for five or six hours, 
with renewal from time to time of the water loot 
by evaporation. 
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Hydrogen Peroxide gives with titanium solu- 
tions containing no fluoride an orange-yellow color. 
When iron is present a solution of the sulphate 
should be used. 

Metallic Zinc or Tin added to acid solutions of 
titanic salts give a violet or blue color to the solu- 
tion. The color often does not appear for some 
time, and the test is not very delicate. 

SEPARATION. 

The separation of the metals of the third group 
will be discussed later on in connection with those 
of the fourth group. 



FOURTH GROUP. 

IRON, ZINC, MANGANESE, COBALT, NICKEL. 

The metals of this group are distinguished from 
those of the fifth and sixth by the fact that they 
are not precipitated by hydrosulphuric acid (H 2 S) 
from solutions acid with the mineral acids, and 
from those of the third group by their precipita- 
tion as sulphide and not hydroxide by ammonium * 
sulphide. 

The fact that they are precipitated as sulphides 
also distinguishes them from the metals of the first 
and second groups. 

IRON (Fe). At. wt. 56; sp. gr. 7.8-8.2. 

Iron is found in small quantities in the metallic 
state in some volcanic rocks and in meteorites. 
Compounds of iron are veiy widely distributed, 
and occur in enormous quantities particularly as 
oxide and sulphide. 

Pure iron is a lustrous, grayish-white metal. It 
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is hard, malleable, and ductile, fusing with diffi- 
culty, and is attracted by the magnet. In moist 
air or oxygen it is slowly oxidized to the hydrated 
sesquioxide (rust). When ignited in air or oxy- 
gen it forms the black magnetic oxide Fes0 4 , or a 
mixture of this with ferric oxide, Fe 2 3 . Iron 
unites directly with the halogens, and with sul- 
phur, carbon, boron, silicon, phosphorus, and 
arsenic. It also unites with many metals to form 
alloys. 

Iron is readily soluble in dilute acids. In hydro- 
chloric and dilute sulphuric acids it dissolves with 
evolution of hydrogen (a) in hot concentrated 
sulphuric acid, sulphurous anhydride is liberated 
(£) and ferric sulphate formed. With nitric acid 
the reaction varies according to temperature and 
strength of acid used. With cold dilute acid 
the products are ferrous, nitrate and ammonium 
nitrate, and with hot moderately dilute acid fer- 
ric nitrate is formed (<?, d). 

(a) Fe + H 2 S0 4 = FeS0 4 + H 2 ; 

(b) 2Fe + 6H 2 S0 4 = Fe 2 (S0 4 ) 3 + 3S0 2 + 6H 2 ; 

(c) 4Fe+10HNO 3 

= 4Fe(N0 3 ) 2 + NH 4 N0 8 + 3H 2 • 

(d) 2Fe + 8HN0 8 = Fe 2 (NG 3 ) 6 + 2NO + 4H 2 
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6FeCL + 8HN0 8 

= 2Fe,Cl 6 + Fe 2 (N0 3 ) 6 + 2NO +4H.O. 

Ferrous salts of volatile oxygen acids are decom- 
posed on ignition, leaving a residue of ferric 
oxide. 

Ferrous Sulphide (FeS). — Hydrosulphuric 
acid in alkaline, and ammonium sulphide in neu- 
tral or alkaline, solutions of ferrous salts give 
black precipitates of ferrous sulphide, which are 
easily soluble in hydrochloric, nitric, and sul- 
phuric acids. The presence of ammonium chlo- 
ride aids the precipitation: 

FeS0 4 + (NH 4 ) 2 S = FeS + (NH 4 ),S0 4 ; 

» — , — > 

FeS + 2HC1 = FeCL + HJ3. 



Ferrous Hydroxide (JFe{OH')^). — The hydrox- 
ides of potassium, sodium, and ammonium precipi- 
tate ferrous solutions as hydroxide, Fe(OH) 2 . 
The presence of ammonium salts interferes with 
the precipitation by potassium or sodium hydrox- 
ide, and prevents the precipitation by ammonia 
These alkaline solutions however quickly oxidw 
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and the iron then precipitates as ferroso-ferric or 
ferric hydroxide. 

Ferrous Carbonate (FeCO s ). — The soluble car- 
bonates give a white precipitate of ferrous carbon- 
ate, which rapidly oxidizes to the reddish-brown 
ferric hydroxide. 

Barium carbonate does not precipitate ferrous 
salts in the cold, except solutions of the sulphate. 

Ferrous Ferrocyanide. — Potassium ferrocyan- 
ide in neutral or slightly acid solutions produces 
a bluish-white precipitate of potassium ferrous 
ferrocyanide, K 2 Fe(FeC 6 N 6 ), which on exposure to 
the air or by treatment with oxidizing agents 
changes to Prussian blue. 

Ferrous Ferricyanide. — Potassium ferricyanide 
in neutral or slightly acid solutions produces a 
deep blue precipitate of ferrous ferricyanide, 
Fe 8 (FeC 6 N 6 ) 2 (Turnbull's blue) : 

3FeS0 4 + K 6 (FeC 6 N 6 ) 2 = Fe 3 (FeC a N 6 ) s + 3K,SO, 

Of all the tests for ferrous salts this is the most 
delicate and characteristic, the reaction taking 
>lace even in very dilute solutions. 
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FERRIC COMPOUNDS. 

Ferric oxide is red or brownish red, and dis- 
solves with more or less difficulty in acids even 
on heating. It is most easily gotten into solution 
by digesting with hot strong hydrochloric acid, 
or by fusion with potassium disulphate. Ferric 
hydroxide is reddish brown, and is easily soluble 
in acids. Ferric oxide and its hydrates are found 
very widely distributed, and in enormous quan- 
tities, and constitute the most important ores of 
iron. 

Ferroso-ferric oxide, Fe 3 4 , is soluble in hot 
hydrochloric acid, the solution containing ferrous 
and ferric salt. 

The normal ferric salts in the anhydrous state 
are white, the basic ones are red or yellow. Neu- 
tral ferric solutions are brownish yellow, the acid 
solutions yellow, and the color is visible even 
when much diluted. Salts of volatile oxygen 
acids are decomposed on ignition. 

Ferrous Sulphide. — Hydrosulphuric acid added 
to acid solutions of ferric salts produces a white 
precipitate of sulphur, and the ferric compound if 
reduced to ferrous salt : 

Fe 2 Cl e + H 2 S = 2FeCl 2 + 2HC1 + S. 



#•* 



Ammoiuai -mlpKitle bx neutral or alkaline 
*05.:vrioa stise* Tae- lame reliction (^Land the 
ferwia *fclt i* aen. ?Rexpisacg»i as sulphide (5). 

(4) sF^Cl- - i. >~H^S = ±FeS -j- iXH^CL 

The properties of this sulphide have already 
been •lesscrib'-'I. 

Ferri': Hydroxide ( -R^ Offy^X — Potassium, 
sodium, an»l ammonium hydroxides give reddish- 
brown precipitates of the hydroxide, which are 
insoluble in an excess of the precipitant and in 
ammonium salts, but easilv soluble in acids: 

Fe,Cl e + 6KOH = Fe 4 (OH), + 6KCL 

* 1 

The Soluble Carbonates also give precipitates 
consisting principally of hydroxide, insoluble in 
«'X<«'hs of sodium and potassium carbonate. 

Itariitm (Jarbf/imte even in cold solution pre- 
cipitates the iron completely as hydroxide and 
Imsic salt. 

Non-volatile organic acids or sugar interfere 

'■h or prevent the precipitation of feme salts as 

'vovidi*. 
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Ferric Acetate. — If to a neutral or slightly acid 
solution of a ferric salt an excess of sodium or 
ammonium acetate be added, the color changes to 
a reddish brown. On diluting and boiling the 
solution a reddish -brown precipitate of basic 
acetate is thrown down. The precipitate is easily 
soluble in hydrochloric acid : 

Fe 2 Cl 6 + 6NaC 2 H 3 2 + 2H 2 

= Fe 2 (OH) 2 (C 2 H 3 2 ) 4 + 6NaCl + 2HC 2 H 3 2 . 



Fwric Phosphate. — Soluble phosphates in neu- 
tral or slightly acid solutions to which a slight 
excess of a soluble acetate has been added give 
yellowish-white precipitates of ferric phosphate, 
which are insoluble in acetic but soluble in the 
stronger acids : 

Fe.Cle + 2Na 2 HP0 4 + 2NaC 2 H 3 2 

= Fe 2 (P0 4 ) 2 + 6NaCl + 2HC 2 H 3 2 . 



Ferric Ferrocyanide. — Potassium ferrocyanide 
produces even in very dilute solutions a deep blue 
precipitate of ferric ferrocyanide, Fe 4 (FeC e .N 6 j 3 
(Prussian blue). 
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Ammonium sulphide in neutral or alkaline 
solution causes the same reduction (a), and the 
ferrous salt is then precipitated as sulphide (Z>). 

(a) Fe 2 Cl 6 + (NH 4 ),S = 2FeCl 2 + 2NH 4 C1 + S ; 

(A) 2FeCl, + 2(NH 4 ),S = 2FeS + 4NH 4 C1. 

* — « — ' 

The properties of this sulphide have already 
been described. 

Ferric Hydroxide (Jfe 2 ( OH)^). — Potassium, 
sodium, and ammonium hydroxides give reddish- 
brown precipitates of the hydroxide, which are 
insoluble in an excess of the precipitant and in 
ammonium salts, but easily soluble in acids : 

Fe 2 Cl 6 + 6KOH = Fe 2 (OH) 6 + 6KC1. 

* 1 

The Soluble Carbonates also give precipitates 
consisting principally of hydroxide, insoluble in 
excess of sodium and potassium carbonate. 

Barium Carbonate even in cold solution pre- 
cipitates the iron completely as hydroxide and 
basic salt 

Non-volatile organic acids or sugar interfere 
^h or prevent the precipitation of feme salts as 
\oAide. 



IRON. 71 

Ferric Acetate. — If to a neutral or slightly acid 
solution of a ferric salt an excess of sodium or 
ammonium acetate be added, the color changes to 
a reddish brown. On diluting and boiling the 
solution a reddish -brown precipitate of basic 
acetate is thrown down. The precipitate is easily 
soluble in hydrochloric acid : 

Fe 2 Cl 6 + 6NaC 2 H 3 2 + 2H 2 

= Fe 2 (OH) 2 (C 2 H 3 2 ) 4 + 6NaCl + 2HC 2 H 3 2 . 



Fei % ric Phosphate. — Soluble phosphates in neu- 
tral or slightly acid solutions to which a slight 
excess of a soluble acetate has been added give 
yellowish-white precipitates of ferric phosphate, 
which are insoluble in acetic but soluble in the 
stronger acids : 

Fe.Cle + 2Na 2 HP0 4 + 2NaC 2 H 3 2 

= Fe 2 (P0 4 ) 2 + 6NaCl + 2HC 2 H 3 2 . 



Ferric Ferrocyanide. — Potassium ferrocyanide 
produces even in very dilute solutions a deep blu< 
precipitate of ferric ferrocyanide, Fe 4 (FeC ti N 6 
(Prussian blue). 
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The test is best made in a solution slightly acid 
with hydrochloric acid : 

• 2Fe,Cl 6 + 3K 4 (FeC 6 N 6 ) = Fe 4 (FeC 6 N 6 ) 8 + 12KC1. 

Potassium Ferricyanide produces no precipitate 
with a ferric salt, but changes the color of the 
solution to a dark brown (distinction from ferrous 
salts). 

Ferric Thiocyanate. — Potassium thiocyanate 
(sulphocyanide) gives a deep red color of ferric 
thiocyanate, Fe 2 (CNS) 6 , even in excessively dilute 
solutions. The reagent should be added in mod- 
erate excess, and the solution be acid with hy- 
drochloric acid. Certain acids, as acetic, tartaric, 
oxalic, phosphoric, hydrofluoric, arsenic, etc., inter- 
fere with the reaction, and when any one of them 
is present the hydrochloric acid must be added in 
large excess. 

A similar color is produced by nitric acid if the 
acid be strong or the solution hot. By adding a 
little alcohol and warming, the color, if due to 
nitric acid, will disappear. 

This test is the most characteristic and delicate 
or ferric salts. Ferrous salts give no color with 
■»* tl 'ocyanate. 
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ZINC (Zn). At. wt. 65.4 ; sp. gr. 6.9-7.2. 

Zinc is a bluish-white lustrous metal. At or- 
dinary temperatures commercial zinc is brittle, but 
becomes malleable at temperatures between 100° C. 
and 150° C. ; at 210 C. it becomes so brittle that 
it may be finely pulverized. It melts at 419° C, 
and boilja at about 950° C, and may be easily dis- 
tilled at a bright red heat, the vapors given off 
burning in the air with a bright white light and 
the formation of zinc oxide, ZnO. When exposed 
to the air zinc becomes gradually coated with a 
thin film of basic carbonate, 

Zinc is found in considerable quantity, the 
principal ores being the carbonate, silicate, and 
sulphide. 

Pure zinc. is scarcely at all soluble in acids, but 
the presence of any impurity even in small 
amount causes it to dissolve easily. With dilute 
hydrochloric and sulphuric acids it evolves hydro- 
gen (a). With very dilute nitric acid ammo- 
nium nitrate or nitrous oxide is formed (£ and <?), 
and in stronger acid nitric oxide (d). 

It is also soluble in sodium or potassium hy- 
droxides (e). 
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(a) Zn + H 2 S0 4 = ZnS0 4 + H 2 ; 

(b) 4Zn+10HNO 3 

= 4Zn(N0 8 ), + NH 4 N0 3 + 3H 2 ; 

(c) 4Zn + 10HNO 8 = 4Zn(N0 3 ) 2 + N^O + 5HX> ; 

(d) 3Zn + 8HNO3 = 3Zn(N0 3 ) 2 + 2NO + 4HX> ; 

(e) Zn + 2KOH = K 2 Zn0 2 + %. 

Zinc forms one oxide, ZnO, white, and the hy- 
droxide, Zn(OH) 2 . Both are easily soluble in 

acids. 

Zinc salts are colorless unless the acid be col- 
ored. Some are soluble iu water, the rest in acids. 

Zinc Sulphide (ZnS). — From neutral solutions 
of zinc salts, even those of the stronger acids, hy- 
drosulphuric acid precipitates the greater part of 
the zinc as a white sulphide. From solutions of 
the acetate the precipitation is complete, even in 
presence of free acetic acid. For this reason if a 
moderate excess of sodium acetate be added to a 
neutral or slightly acid solution of a zinc salt in 
one of the stronger acids and ILS be added, the 
whole of the zinc will be precipitated as sulphide : 

7nCL + H 2 S + 2NaC 2 H 3 2 

= ZnS + 2NaCl + 2HQHA. 
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This reaction is particularly useful as a separa- 
tion from manganese, which is not precipitated 
under these conditions. 

Ammonium Sulphide in neutral or alkaline 
solutions produces the same white precipitate of 
sulphide. Presence of ammonium chloride aids 
the precipitation. 

Zinc Sulphide is easily soluble in hydrochloric, 
nitric, and sulphuric acids, and insoluble in sodium, 
ammonium, or potassium hydroxides. 

Zinc Hydroxide (Z/*((9i/) 2 ). — Sodium and po- 
tassium hydroxides produce white precipitates of 
zinc hydroxide, w^hich are easily soluble in an ex- 
cess of the precipitant. These alkaline solutions 
if concentrated are not precipitated on boiling, 
but when dilute the greater part of the zinc pre- 
cipitates : 

ZnCL + 2KOH = Zn(OH) 2 + 2KC1 ; 
ZnOH 2 + 2KOH = K 8 Zn0 2 + 2H.O. 

Ammonium. Hydroxide added to neutral or 
slightly acid solutions also precipitates the hy- 
droxide, which is easily soluble in excess of the 
ammonia. Presence of ammonium salts or the 
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presence of much free acid in the original solution 
(forming ammonium salt on addition of ammonia) 
interferes with or prevents the precipitation. 

If the alkaline solution be boiled, the zinc par- 
tially precipitates if the solution be a concentrated 
one; if dilute the precipitation is complete. 

Zinc Carbonate. — The soluble carbonates give 
white precipitates of basic carbonate, insoluble in 
excess of sodium or potassium carbonate, and sol- 
uble in excess of ammonium carbonate. Presence 
of ammonium salts prevents these precipitations 
either wholly or partially according to the quan- 
tity present. 

Barium Carbonate does not precipitate zinc 
salts from a cold solution, with the exception of 
the sulphate. 

Zinc Cyanide. — Potassium cyanide throws down 
white zinc cyanide, which is easily soluble in excess 
of the reagent : 

ZnCl, + 2KCy = ZnCy 2 + 2KC1 ; 
ZnCy 2 + 2KCy = ZnCy 2 ,2KCy. 

*- , -« 

From this solution, if the excess of potassiui 
..'nniMo is not great, the zinc may be precipitate 
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as sulphide by the addition of sodium or potas- 
sium sulphide. 

Hydrosulphuric acid and ammonium sulphide 
act slowly and imperfectly. 

Color Test. — If to a solution of a zinc salt a few 
drops of cobalt nitrate (sufficient only to give a 
faint pink color) be added, tie solution then made 
alkaline with sodium carbonate, boil 3d, filtered, 
and washed, and the precipitate ignited on a plat- 
inum capsule, a green mass will be obtained. 
The color shows more distinctly if the ignited 
precipitate be pulverized. 

MANGANESE (Mn). At. wt. 55 ; sp. gr. 6.85-8. 

Mangauese is a whitish gray, lustrous metal, 
very hard and brittle. It is very difficultly fusi- 
ble, its melting-point being about 1900° C. 

It oxidizes veiy easily in the air, and decom- 
poses water with evolution of hydrogen. 

Manganese is easily soluble in all acids. 

With copper it forms a valuable alloy resem- 
bling bronze, and alloyed with iron it forms spie- 
geleisen, or ferromanganese, used in the manufac- 
ture of steel. 

Manganese forms a number of different oxide? 
— MnO, -Mn 3 4 , Mn 2 3 , Mn0 2 , and probabl> 
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Mn0 3 and Mn 2 7 . The oxides Mn0 3 and Mn 2 7 
are the anhydrides of manganic, H 2 Mn0 4 , and 
permanganic acids, H 2 Mn 2 8 . Manganic acid has 
not been separated, but many of its salts are 
known. The oxides MnO, Mn 8 4 , and Mn 2 3 are 
basic oxides, and dissolve in hydrochloric or sul- 
phuric acid, forming manganotis or manganic 
salts. If the acid is hot the solutions contain 
only manganous salt. Mn0 2 acts both as a basic 
and an acid oxide : 

MnO + 2HC1 = MnCl 2 + H 2 ; 

Mn A + 6HC1 (hot) = 2MnCl 2 + CI, + 3H 2 ; 

Mn0 2 + 4HC1 (hot) = MnCl 2 + Cl 2 + 2H 2 ; 

2Mn0 2 + 2H 2 S0 4 (cone, hot) 

= 2MnS0 4 + 2H 2 + 2 . 

The stable salts of manganese are those cor- 
responding to manganous oxide, MnO. They are 
colorless or pink. Some are soluble in water, the 
rest in acids. 

Manganous Sulphide (MnS). — Ammonium 
sulphide in neutral or alkaline solutions precipi- 
tates manganese as a flesh-colored sulphide. The 
precipitate is readily soluble in acids, even in 
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acetic. On exposure to the air it turns brown, ow- 
ing to oxidation. Presence of ammonium chloride 
helps the precipitation : 

MnCl 2 + (NH 4 ) 2 S = MnS + 2NH 4 C1. 

Manganous Hydroxide {Mn(OH)%). — Potas- 
sium and sodium hydroxides give precipitates of 
manganous hydroxide which are white at first 
but quickly change to brown and finally to a 
dark-brown, almost black color, due to the pre- 
cipitate oxidizing to a higher oxide, probably 
Mn 8 4 , a?H 2 : 

MnCl 2 + 2KOH = Mn(OH) 2 + 2KC1. 

Ammonium Hydroxide added to neutral solu- 
tions causes a partial precipitation of the man- 
ganese as hydroxide, a portion remaining in 
solution as a double salt of manganese and am- 
monium. Solutions containing much free acid or 
ammonium salt are not precipitated by ammonia 
owing to the formation of this double salt : 

2MnCl 2 +2NH 4 OH=Mn(OH) 2 +MnCl 2 , 2NH 4 C1. 
Manganous hydroxide is soluble in ammoniua 
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chloride, but after oxidation the precipitate is in- 

bol uble : 

The alkaline solution on standing a!>sorbs oxr- 
¥*?u. and a bruwn precipitate is thrown down. 

Man^arjou* hydroxide in presmce of free alkali 
\h oxidized to MnOjj, ILO by bromine or hydrogen 
dioxide : 

Mu(f)ll) t + 2KOH-f Br f 

= Mn(X , H-O -f 2KBr + HA 

Jiromifoe also precipitates solutions of man- 
ganous salts containing sodium acetate, as dioxide, 
Heatiritr as-ists the reaction : 

MnCI, + 4XaCJI A + Br. + 3H 4 

- MuO„ Up + 2XaCl + 2NaBr + 4HCHA- 

MuiHjaiuniH (Jarbojtate. — The soluble carbonates 
precipitate nianganous salts as the normal carbon- 
ate or as a mixture of carbonate aud hydroxide. 
The precipitate is insoluble in an excess of the 

precipitant. 

llarium Carbonate produces no precipitate ex- 
cept in solution of the sulphate. 
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Sodium Manganate {Na^MnO^). — If any com- 
pound of manganese be fused in a platinum cap- 
sule with a mixture of sodium potassium carbon- 
ate and an oxidizing agent such as sodium nitrate, 
the fused mass on cooling will have a characteris- 
tic bluish-green color, due to the formation of 
sodium manganate : 

3Mn(OH) 2 + Na*C0 3 + 4NaN0 3 

= 3Na 2 Mn0 4 + C0 2 + 4NO + 3H 2 0. 

The same result may be obtained by fusing the 
substance in a bead of sodium potassium carbonate 
held in a loop of platinum wire, in the oxidizing 
flame of the blowpipe or Bunsen burner : 

Mn(OH) 2 +Na 2 C0 3 +0 2 =NaoMn0 4 +C0 2 +H 2 0. 

Permanganic Acid (H 2 Mn. 2 0^). — If a few 
drops of a solution of a manganous salt, which 
must be free from chlorine or chloride, are boiled 
with a large excess of concentrated nitric acid, and 
then some lead dioxide* add^d and the solution 



♦The lead dioxide should be tested in the same way to see if it 
contains any manganese, as the latter is sometimes found in it as an 
impurity. 
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diluted, the liquid will have a purple color from 
the permanganic acid formed in the reaction : 

2MnS0 4 + 2Pb0 2 + 2HN0 3 

= H 2 Mn 2 8 + 2PbS0 4 + 2NO. 

Bead Test. — If any compound of manganese be 
fused in a borax or sodium metaphosphate bead 
in the oxidizing flame of the blowpipe or Bunsen 
burner, an amethyst-colored bead is obtained. In 
the reducing flame the color is destroyed. 

COBALT (Co). At. wt 58.9 ; sp. gr. 8.96. 

Cobalt is steel-gray, lustrous, hard and mallea- 
ble, and ductile at a red heat. It is slightly mag- 
netic even at a full red heat. In the air at ordi- 
nary temperatures it does not oxidize. In hot 
dilute hydrochloric or sulphuric acid it dissolves 
with evolution of hydrogen, but the best solvent 
is dilute nitric acid. The solutions contain co- 
baltous salts. 

Cobalt forms three distinct oxides, CoO, Co„0 
ind Co 2 3 . With some few exceptions the stable 
s «lts of cobalt are those corresponding to cobalt- 
• .--Me, CoO. 
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The higher oxides are soluble in hydrochloric 
acid with evolution of chlorine and formation of 
cobalt ous salts. 

The cobaltous salts in solution or in the crystal- 
line state are generally red or pink, and the anhy- 
drous salts are mostly blue. A solution of co- 
baltous chloride on evaporating nearly to dryness 
changes to blue, but on addition of water the pink 
color is restored. 

Cobaltous Sulphide (CoS). — Hydrosulphuric 
acid added to neutral cobaltous salts of the min- 
eral acids causes a partial precipitation of the 
metal as sulphide. Presence of free strong acid 
prevents the precipitation. Neutral solution of 
the acetate is almost wholly precipitated, but pres- 
ence of free acetic acid prevents the precipitation, 
or nearly so. If, however, an excess of an alkali 
acetate be present, then H 2 S precipitates the cobalt 
completely, especially on heating, even in presence 
of free acetic acid. 

Ammonium Sulphide added to neutral or alka- 
line solutions completely precipitates the metal as 
sulphide. Presence of ammonium chloride aids 
the reaction. 

Cobalt sulphide is insoluble iu alkalies, anc 
nearly so in acetic acid. In hydrochloric acid ; ; 
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dissolves with difficulty, and when precipitated 
from hot solutions it is almost insoluble in that acid. 
Nitric acid and aqua regia dissolve it on heat- 
ing: 

CoCl 2 -f (NH 4 VS = CoS + 2NH 4 C1. 

Cobaltous Hydroxide Co{OH)S). — Potassium 
and sodium hydroxides give at first a blue precip- 
itate of basic salt, which on boiling is converted 
into the pale red hydroxide. The precipitate is 
insoluble in an excess of the dilute alkali, but sol- 
uble in acids and in ammonia and ammonium car- 
bonate : 

CoCl 2 + 2KOH = Co(OH) 2 + 2KC1. 

Ammonia in neutral solutions gives the same 
precipitate as sodium or potassium hydroxide, but 
it is easily soluble in an excess of ammonia, form- 
ing a brownish-yellow liquid. In acid solutions 
or those containing ammonium salts, ammonia 
gives no precipitate. 

rtl he precipitation of cobalt as hydroxide is 
at", fered with or prevented by the presence of 

•u volatile organic acids or sugar. 
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Cobaltous Carbonate, — Sodium and potassium 
carbonates give precipitates of basic carbonate 
which are insoluble in excess of the reagent. 

Barium Carbonate in the cold precipitates only 
a solution of the sulphate. 

Cobaltous Cyanide. — Potassium cyanide pro- 
duces a brownish- white precipitate of cobaltous 
cyanide which is very easily soluble in an excess 
of the precipitant, with formation of a double cy- 
anide : 

CoCL, + 2KCN = Co(CN), + 2KC1 ; 

Co (CN) 2 + 4KCN = Co(CN)o ,4KCN. 

> , > 

From this solution the cobaltous cyanide is re- 
precipitated on the addition of hydrochloric acid : 

Co(CN) 2 , 4KCN + 4HC1 

= Co(CN), + 4KC1 + 4HCy. 

If to a solution of the double cyanide contain- 
ing some excess of KCN a few drops of hydro- 
chloric acid be added (so as to liberate some hy- 
drocyanic acid) and the solution boiled, or better 
if it be mixed with some potassium hydroxide 
and chlorine or bromine added to the cold solu 
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tion, the cobaltous double cyanide is changed to po- 
tassium cobalticyanide, K 6 Co a (CN) 18 , from which 
solution acids do not reprecipitate the cobaltous 
cyanide. 

The reaction with hydrochloric acid yielding 
free hydrocyanic is perhaps represented by the 
following equation : 

2(Co(CN) 2 , 4KCN) + 2HCN 

=K 6 Co 2 (CN) 12 + 2KCN + g, 

and with bromine or chlorine by this : 

2(Co(CN) 2 , 4KCN) + Br 2 = 

K 6 Co 2 (CN) 12 + 2KBr. 

Nickel forms no corresponding compound. 

Potassium Cohaltic Nitrite. — If a moderate ex- 
cess of potassium nitrite (it is well to add it in 
the solid form so as to avoid diluting the solution) 
be added to a cobaltous solution that has been 
made acid with acetic acid, the cobalt will be pre- 
cipitated as a yellow precipitate of potassium co- 
baltic nitrite : 

2Co(N0 3 ),> + 10KNO 2 + 4HNO. 

= K 6 Co 2 (N0 2 ) 12 + 4KNO, + 2NO + 2H,0. 
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The more concentrated the solution the more 
quickly the reaction takes place. With dilute 
solutions the precipitation is very slow, often re- 
quiring as much as 24 hours or more before it is 
complete. Even with* strong solutions the test 
should be allowed to stand for at least 12 hours. 
Nickel salts are not precipitated by potassium 
nitrite when cobalt and nickel only are present in 
the solution. 

In the Borax Bead cobalt compounds give a 
beautiful deep blue color in either the oxidizing 
or reduciug flame of the Bunsen burner or blow- 
pipe. The test is exceedingly delicate and very 
characteristic, 

NICKEL (Ni). At. wt. 58.7 ; sp. gr. 8.97-9.26. 

Nickel is a lustrous white metal with a yellow- 
ish-gray tinge. It is hard, malleable, ductile and 
very tenacious, and slightly magnetic. It fuses with 
difficulty, and does not oxidize in the air at ordin- 
ary temperatures. On heating itdissolves slowly in 
hydrochloric and dilute sulphuric acids, but is 
easily soluble in dilute nitric acid. In concentrated 
nitric acid it is passive. In these solutions the 
nickel is in the form of nickelous salt. 

Nickel is found in the metallic state in some 
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meteorites. In its principal ores it exists in com- 
bination with arsenic or sulphur. 

There are three oxides — NiO, Ni 3 4 , and Ni 2 8 . 
The ordinary salts of nickel are those correspond- 
ing to nickelous oxide, NiO. This oxide and its 
hydroxide, Ni(OH) 2 , are green; both are readily 
soluble in hydrochloric, nitric, and sulphuric acids. 
The higher oxides dissolve in hydrochloric acid to 
nickelous salt, with evolution of chlorine. 

In the anhydrous condition nickelous salts are 
usually of a yellow color, and in the hydrated 
state they are green. 

Nickelous Sulphide (NiS). — Hydrosulphuric 
acid acts in the same manner with nickelous salts 
as with those of cobalt. 

Ammonium Sulphide in neutral or alkaline 
solutions produces a black precipitate of nickelous 
sulphide, which is slightly soluble in ammonium 
sulphide, particularly in presence of much free 
ammonia. 

This alkaline solution of the nickel sulphide is 
brown. By neutralizing the solution with acetic 
acid and warming the nickel sulphide is precipi- 
tated. The presence of ammonium chloride or 
acetate aids the precipitation of nickel as sul- 
fide. Nickel sulphide is very slightly soluble 
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in acetic acid, and dissolves with difficulty in di- 
lute hydrochloric. It is easily soluble in nitric 

acid and in aqua regia on heating : 

NiCls + (NH 4 ) 2 S = NiS + 2NH 4 C1. 

Nickelous Hydroxide (Ni^OH^). — Potassium 
and sodium hydroxides give a light green precipi- 
tate of nickelous hydroxide, which is insoluble in 
an excess of the precipitant : 

NiCl 2 + 2KOH = Ni(OH) 2 + 2KC1. 

Ammonia in neutral solution causes a slight 
turbidity, but on the further addition of the re- 
agent this dissolves to a blue liquid containing a 
combination of nickelous salt and ammonia. In 
presence of ammonium salt or free acid ammonia 
gives no precipitate. 

Nickelous Carbonate. — Sodium and potassium 
carbonates give precipitates of green basic carbon- 
ate of nickel, insoluble in excess of the reagent. 

Barium Carbonate in the cold precipitates only 
solutions of the sulphate of nickel. 

Nickelous Cyanide (NiCy^. — Potassium cya- 
nide produces a green precipitate of nickelous 
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cyanide, which is readily soluble in an excess of 
the reagent. From this solution the nickelous 
cyanide is reprecipitated by acidifying the liquid 
with hydrochloric or sulphuric acids : 

NiCl 2 + 2KCN = Ni(CN) 2 + 2KC1 ; 
Ni(CN) 2 + 2KCN = Ni(CN) 2 , 2KCN ; 

Ni(CN) 2 ,2KCN + 2HCl 

= Ni(CN) 2 + 2KC1 + 2HCN. 



s— „ 1 
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If the solution of the double cyanide be made 
strongly alkaline with potassium hydroxide and 
chlorine or bromine be added (care must be taken 
to keep the solution alkali?w), the nickel will be 
precipitated as the black hydroxide, Ni s (OH) 6 : 

2(Ni(CN) g , 2KCN) + 6KOH + Br, 

= NL(OH) 6 + 2KBr + 8KCN. 

» , > 

This reaction enables us to separate nickel from 
cobalt ; the latter it will be remembered gives no 
precipitate under the same conditions, but changes 
o cobalticyanide, which remains in solution. 
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Bead Test. — When fused in the borax bead in 
the oxidizing flame nickel compounds give a red- 
dish-brown color. With sodium metaphosphate 
the bead is yellow or reddish yellow in both 
flames. 



SEPARATIONS — THIRD AND FOURTH 

GROUPS. 

If we examine the reactions of the metals of the 
third and fourth groups with ammonia in presence 
of ammonium chloride, we find that those of the 
third group and ferric salts of the fourth are pre- 
cipitated by this reagent as hydroxides, insoluble 
in an excess of the reagent. This would seem to 
offer an excellent method for separating these 
metals from the remaining ones of the fourth 
group, but it has been found in practice that these 
hydroxides if present in considerable quantity 
alwavs carrv down some of the other metals as 
well, so much so in fact that if the latter were 
present in small quantity only they might be 
co 1 1 1 pie tely precipitated . 

By dissolving the precipitate in hydrochloric 
icid and reprecipitating with ammonia it is possi- 
ble to remove them to some extent, but not en- 
j rP l-r When very exact results are not required, 
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or when the hydroxides are present in small quan- 
tity, this separation may be used to advantage. 

The reaction with barium carbonate in a solu- 
tion of the chlorides affords one of the most accu- 
rate methods for separating the third-group and 
ferric salts from the fourth-group metals. The 
test should be made on a cold solution that is 
neutral or only slightly acid, and a moderate ex- 
cess of the finely divided carbonate added 
(freshly precipitated barium carbonate acts most 
rapidly). The mixture must be allowed to stand 
for some time and until no more carbon dioxide is 
evolved. When this plan of separation is adopted 
the cobalt and nickel are generally separated first 
as sulphides. 

The methqd of procedure is given in Scheme 
Number III. 

The hydroxides of the third group and iron 
may be separated in various ways. If we make 
use of their different solubilities in excess of so- 
dium or potassium hydroxide, we can separate the 
aluminium and chromium hydroxides, which are 
soluble, from that of iron (and titanium), which 
is insoluble. 

The chromium and aluminium can then be sep- 
arated from each other by oxidizing the chromium 
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in the alkaline solution with bromine or hydrogen 
dioxide and testing the resulting solution as given 
in Scheme II. Another and perhaps better plan is 
to fuse the hydroxides of aluminium, chromium, 
and iron with three to four parts of a mixture of 
sodium potassium carbonate and potassium chlo- 
rate in about equal proportions. On treating the 
fusion with water the iron is left as oxide (Fe^) 
and perhaps some of the alumina. The solu- 
tion contains the chromium as chromate and the 
greater part of the alumina as Na^A^O^ One 
portion of the solution is acidified with acetic acid 

and lead acetate added, when the formation of a 

i 

yellow precipitate shows the presence of chro- 
mium. The remainder of the solution is acidified 
with hydrochloric acid and then made slightly 
alkaline with ammonia or ammonium carbonate. 
A white precipitate indicates alumina. 

Cobalt and nickel are generally removed at the 
beginning of an analysis by treating the precipi- 
tate produced by ammonium sulphide with dilute 
hydrochloric acid, when, owing to the insolubility 
of their sulphides in that acid, they are left as a 
black residue. 

Their separation from each other may be ac- 
complished in various ways. The one used in 
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the scheme with bromine in a solution of the 
cyanides is accurate and J*apid. The precipitation 
of the cobalt with potassium nitrite, and of the 
nickel in the filtrate with potassium hydroxide, 
gives excellent results, but the test requires a long 
time before the precipitation is complete. 

Zinc and manganese may be separated as given 
in the scheme, or, taking advantage of the differ- 
ence in solubility of their sulphides in acetic acid, 
we can effect the same result by treating a solu- 
tion of their acetates made acid with acetic acid, 
with H 2 S ; the zinc is thrown down as sulphide, 
and the manganese remains in the solution, from 
which, after filtering out the zinc sulphide, it may 
be precipitated as hydroxide with potassium hy- 
droxide. Solution of salts of the stronger acids 
may be separated in the same way by adding a 
moderate excess of sodium acetate and acetic acid 
before precipitating with H 2 S. The separation 
of the metals of the third and fourth groups is 
somewhat complicated in the presence of phos- 
phates, silicates, organic matter, etc., and therefore 
requires some modification of the ordinary meth- 
ods of analysis. In Scheme IV a method is given 
in which the presence of these acids is provided 
for. 
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in the alkaline solution with bromine or hydrogen 
dioxide and testing the resulting solution as given 
in Scheme II. Another and perhaps better plan is 
to fuse the hydroxides of aluminium, chromium, 
and iron with three to four parts of a mixture of 
sodium potassium carbonate and potassium chlo- 
rate in about equal proportions. On treating the 
fusion with water the iron is left as oxide (Fe^0 3 ) 
and perhaps some of the' alumina. The solu- 
tion contains the chromium as chromate and the 
greater part of the alumina as Na^Al^. One 
portion of the solution is acidified with acetic acid 
and lead acetate added, when the formation of a 
yellow precipitate shows the presence of chro- 
mium. The remainder of the solution is acidified 
with hydrochloric acid and then made slightly 
alkaline with ammonia or ammonium carbonate. 
A white precipitate indicates alumina. 

Cobalt and nickel are generally removed at the 
beginning of an analysis by treating the precipi- 
tate produced by ammonium sulphide with dilute 
hydrochloric acid, when, owing to the insolubility 
of their sulphides in that acid, they are left as a 
black residue. 

Their separation from each other may be ac- 
complished in various ways. The one used in 
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the scheme with bromine in a solution of the 
cyanides is accurate and J*apid. The precipitation 
of the cobalt with potassium nitrite, and of the 
nickel in the filtrate with potassium hydroxide, 
gives excellent results, but the test requires a long 
time before the precipitation is complete. 

Zinc and manganese may be separated as given 
in the scheme, or, taking advantage of the differ- 
ence in solubility of their sulphides in acetic acid, 
we can effect the same result by treating a solu- 
tion of their acetates made acid with acetic acid, 
with H 2 S ; the zinc is thrown down as sulphide, 
and the manganese remains in the solution, from 
which, after filtering out the zinc sulphide, it may 
be precipitated as hydroxide with potassium hy- 
droxide. Solution of salts of the stronger acids 
may be separated in the same way by adding a 
moderate excess of sodium acetate and acetic acid 
before precipitating with H 2 S. The separation 
of the metals of the third and fourth groups is 
somewhat complicated in the presence of phos- 
phates, silicates, organic matter, etc., and therefore 
requires some modification of the ordinary meth 
ods of analysis. In Scheme IV a method is givei 
in which the presence of these acids is provided 
for. 
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Note 1. — If the solution to be analyzed is a 
filtrate from the separation of the fifth and sixth 
groups, the ELS contained in it should be expelled 
by boiling. After this has been done, ferrous 
salts if present (determined by testing a few 
drops of the solution with potassium ferricya- 
nide) are oxidized to ferric by the addition of a 
little concentrated nitric acid, and boiling. 

A test for non-volatile organic matter must also 
be made at this point, unless it has already been 
tested for in the preliminary examination in the 
glass tube (see complete analysis). The test is 
made by evaporating a small quantity of the 
liquid, which should be made acid (best with sul- 
phuric acid) if not so already, to dryness, and 
igniting gently. A black carbonaceous residue 
proves the presence of organic matter. In pres- 
ence of much nitric acid or nitrate the blackening 
may be only transient, due to the carbon being 
quickly oxidized by the oxygen of the nitric acid 
or nitrate. In cases of this kind more or less 
deflagration will be noticed. Should organic 
matter be found, the maiu portion of the solution 
must be evaporated to dryness (best after addition 
of some concentrated nitric acid) and ignited at a 
temperature just sufficient to thoroughly carboo- 



SCHEME II.— THE SEPARATION OF Al, Cr, 1 

To ibe solution of the metals add NH 4 C1 in moderate quautity, then NH. 
reagent; stir well and heat gently for some time, filter and wash the precipiti 



Filtrate 1°. 

Contains the alkalies and 
alkaline earths. 



Treat with cold dilute HC1 (sp. gr. 



Residue. (CoS and NiS.) 

Test in borax bead, 

Blue bead = Co. (Note 3.) 
Brown bead = Ni. 

If Co is fouud to be present, treat the residue of 
sulphides as follows : 

Place in a small evaporating dish, add aqua-regia 
aud boil, evaporating nearly to dryness; dilute with 
a little water; filter, if necessary; nearly neutralize 
the solution with KOH; add KCy in moderate ex- 
cess — make strongly alkaline with KOH, and add 
Br, and warm, taking care to keep the solution 
strongly alkaline. (Note 4.) 

Filter, and wash precipitate thoroughly with boil 
ing water. 



Filtrate. 

Cobalt may be deter- 
mined in this solution, if 
necessary, by acidifying 
with HNOs, and then add- 
ing (Hg). i (NO s ) a ; filter, and 
iguite the precipitate, and 
test residue in borax bead ; 
blue = Co. 



Ppt. 
(Ni a (OH).. Black. 

Test in borax bend 
—brown bead = Ni. 



Evaporate nearly to 
necessary, from any s< 
drops ot bromine (it is 
filter, and wash precip 



Ppt. 3. 

Test a portion in Na 
bead in oxidizing I 
green bead = Mn. (N< 
Dissolve some of the p 
itate in HC1; test a p< 
of this with NH 4 Cy 
iron (Note 7); red co 
Fe l \ Test remaind 
solution with Zn or 
violet color = Ti. (N( 



* If the color of the roIu 
omitted, bat in this case 
the KOH. 

A solution containing oi 
colorless solution »ould noi 



2KCv I + Br ' 
J ' and filter 
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ize the organic matter present. No attempt should 
be made to burn off the carbon, as the high tem- 
perature necessary would make the oxides of iron, 
alumina, and chromium very insoluble. After 
the residue has been completely carbonized, add 
a small quantity of strong hydrochloric acid and a 
little water, and boil for some time, and filter. 
The filtrate is now ready to be tested with 
ammonia, ammonium sulphide, etc. 

These preliminary operations completed, a small 
portion of the solution is taken and ammonium 
chloride and a slight excess of ammonia added. 
Note carefully whether the latter causes any pre- 
cipitate, and if so what color it is, then add ammo- 
nium sulphide and see if it produces any further 
precipitate and of what color. (A light-colored 
precipitate would indicate the absence of metals 
yielding black sulphides, viz., iron, cobalt, and 
nickel.) 

Should ammonia have produced a precipitate, 
and the original solution have an acid reaction 
(neutral solutions cannot contain phosphates), 
take another small portion of the liquid from 
which the H 2 S has been expelled, and the iron 
oxidized, and add a moderate quantity of tartaric 
acid, then make alkaline with ammonia. If tht 
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latter still causes a precipitate it indicates the 
presence of phosphates, etc., of the second group, 
and the solution must be analyzed according to 
Scheme IV. The tartaric acid in this test is used 
to prevent the precipitation of iron, alumina, and 
chromium as hydroxides or phosphates. 

If in the test last given ammonia produces 
no precipitate, the mixture is to be analyzed by 
Schemes II or III. 

If in the first test ammonia gave no precipitate, 
metals of the third group and iron must be absent, 
and no further testing for them is necessary. 
Should ammonium sulphide also have produced 
no precipitate, the fourth group cannot be present, 
and the rest of the solution is tested at once for 
the second group. 

Our preliminary tests completed, and the results 
indicating the absence of phosphates, etc., and the 
presence of third and fourth-group metals, we will 
return to the treatment of the main portion of our 
solution. 

A moderate quantity of ammonium chloride is 
added to form a double salt with the manganese 
(and with magnesium if second-group metals are 
present), and to aid the precipitation of thefourth- 
'jroup metals as sulphides. If the original solution 
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is acid it may not be necessary to add any ammo- 
nium chloride, as sufficient may be formed when 
the solution is neutralized with ammonia. One 
will have to judge as to whether this is the case 
or no by noting the quantity of ammonia required 
to make the solution neutral. 

After the addition of the ammonium chloride 
or its formation in the solution, enough ammonia 
is added to make the .solution faintly alkaline. 
An excess is to be avoided, as it not only dissolves 
appreciable quantities of aluminium and chro- 
mium hydroxides, but also helps to carry nickel 
sulphide into solution. 

The ammonium sulphide should be added until 
the solution after shaking smells distinctly of that 
reagent. 

Thorough stirring or shaking, and heating the 
liquid gently for some time, aids the precipitation 
and causes the precipitate to collect in large par- 
ticles that are more easily filtered. The precipita- 
tion is best made in a small flask that can be 
corked, and the mixture in it thoroughly shaken. 
The precipitate should be washed with water to 
which a few drops of ammonium sulphide have 
been added. 

Note 2. — It is better to remove the precipitate 
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from the filter-paper and treat it in a beaker or 
test-tube with the acid. It should be well shaken, 
so that every particle of the precipitate will come 
in contact with the solvent. In case the amount 
of the precipitate is small, it may be removed 
from the filter by making a hole in the point of 
the latter and washing the precipitate through 
with a little water. 

If the treatment with acid leaves no black resi- 
due, cobalt and nickel cannot be present. 

A small quantity of iron sulphide is sometimes 
left undissolved in the residue. 

Note 3. — The test for cobalt with the borax 
bead is so delicate, even in the presence of large 
quantities of nickel, that no other test for it is 
generally required. 

Note 4. — In the treatment with potassium 
cyanide care must be taken not to use too great an 
excess ; a little more than enough to dissolve the 
precipitate first formed by the cyanide is sufficient. 
It must be remembered that cobalt and nickel 
cyanides dissolve in potassium cyanide very easily, 
and if there is any portion of the precipitate that 
does not go into solution readily it should be 
altered out, as it is probably a little ferric hydrox- 
wlp formed from a small amount of ferrous sul- 
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phide left undissolved by the hydrochloric acid in 
the first treatment of the sulphides. The solution 
must be kept decidedly alkaline with KOH, and 
a moderate quantity of bromine added. 

Note 5. — After the solution has been evapo- 
rated to expel the excess of acid, it must be 
diluted with very little water, so as to keep it 
concentrated, and the solution of potassium 
hydroxide should be strong, and added in con- 
siderable excess in order to insure solution of the 
zinc. A few drops of pure bromine (not bromine 
water) are then added if the color indicates chro- 
mium, and the solution gently heated for a few 
minutes to make sure of oxidizing the latter ; the 
liquid is then boiled for a short time and filtered. 
In making this separation care must be taken to 
keep the mixture strongly alkaline. 

Note 6. — This precipitate may be tested for 
manganese by fusing it in a platinum capsule with 
a mixture of sodium potassium carbonate and 
sodium nitrate, when the green manganate will be 
formed. 

Note 7. — The state of oxidation of the iron is 
of course not shown by this test. In order to 
determine it, the original solution must be testec 1 
before any oxidizing or reducing agents have be*^ 
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added, with potassium ferricyanide for ferrous 
salts and the thiocyanate for ferric. 

Note 8. — Titanium is so seldom met with 
except in the analysis of some iron ores and fur- 
nace products, that its presence is rarely considered 
in an ordinary analysis. When required to test 
for titanium it is better to fuse some of the 
original material with potassium disulphate, dis- 
solve the fusion in cold water, and test with 
hydrogen dioxide, or metallic zinc, or any other 
characteristic test. 

Note 9. — If this solution be saturated with 
H 2 S, aluminium if present would be precipitated 
as hydroxide. It can, however, be easily distin- 
guished from zinc sulphide by adding some more 
potassium hydroxide, in which it is readily soluble, 
while the zinc sulphide is insoluble. 

Note 10. — An excess of ammonia must not be 
added. Heating the solution helps the precipita- 
tion of the aluminium hydroxide. The precipitate 
is insoluble in ammonium chloride (distinction 
from zinc hydroxide). 

Since alumina and silica are common impurities 

in sodium or potassium hydroxides, it is always 

w r ell to take a quantity of the alkali equal to that 

is^'l in the test for alumina, and treat it with 
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hydrochloric acid and ammonia in precisely the 
same way, and if any precipitate is obtained com- 
pare it with that from the regular test. If much 
less, it is safe to conclude that the substance 
under examination contains alumina. 

Note 11. — Only a drop or two of the lead 
acetate should be added, so as to avoid the pre- 
cipitation of lead chloride or bromide, as any con- 
siderable quantities of these white precipitates 
might hide small amounts of the yellow chromate. 



Scheme IV. 

THE SEPARATION AND DETECTION OP Al, Cr, Fe, Co. 
Ni, Mn, Zn, Ba, Ca. Sr, and Mg IN THE PRESENCE OF 
PHOSPHORIC, OXALIC, BORIC, SILICIC, OR HYDRO- 
FLUORIC ACID. 

If a solution containing the above-mentioned 
acids and bases is made alkaline with ammonium 
hydrate the following is likely to occur : 
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H a C a 4 " chiefly " " " 

If the test with tartaric acid and ammonia (see 
Note 1, Scheme II) has indicated the presence of 
phosphate, etc., a few preliminary tests should be 
made before proceeding further. Several small 
portions of the solution are taken and tested as 
follows : 

I. Make slightly alkaline with ammonia, filter 
out precipitate and dissolve it in a small quantity 
of dilute nitric acid, and add an excess of ammo- 
•liuin molybdate. A yellow precipitate proves the 
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SCHEME III. -SEPARATION OF GROUPS III AND IV, IN THI 



Boil out H a S, add NH 4 C1, NH 4 OH, and (NH 4 ) 



Prbcipi 



NiS + CoS + FeS + MnS + ZnS + Cr a (OH). + Al a (OH).. Dis 



Residue 23.* 

NiS + CoS (black). 

Test in borax bead in O. flame of the blowpipe. 
A blue bead shows Co; a violet-brown bead shows Ni. 
If the bead is blue, dissolve the residue in aqua regia, 
evaporate to small bulk to expel excess of acid, dilute 
with water, and nearly neutralize with KOH. (If a 
ppt. forms, it must be redissolved by a drop of HC1.) 
Add KCy until ppt. which first forms is dissolved by 
the excess; add KOH in excess, and then Br. water ; 
warm gently, and keep strongly alkaline with KOH ; 
filter. Wash thoroughly with boiling water. 



Boil, to expel H* 
cool, nearly neutral 
and fill up the flask 



Dissolve in dil. H 
and wash thorough! 



Ppt. 24. 

Nit(OH). (black). 

Test in borax bead with 
blowpipe in O. flame. A 
violet-brown bead proves 
Ni. 



Filtrate 24. 

K.COaCyia. 

Evaporate to dryness, 
and confirm Co in O. flame, 
of the blowpipe. Blue 
bead proves Co. 



Filtrate. 
BaCU. 
Reject. 



Drj 
1 part 
tegrat 



* A Method for the Separation of Niand Co Without the 

UseofKCN. 



R 
Fe« 



Dissolve in HC1, \ 
Blood-red color sh 
Fe. 



Dissolve the mixed sulphides in aqua regia and boil 
to expel excess of acid. 

Take a small part of this solution and add a slight 
excess of NH 4 OH; then add a few drops of pure Br 
and allow to stand for several minutes. Note the color of the solution: a ' 
ble presence of Ni in some quantity. Add to the solution a considerabl 
Wash the ppt. of Ni(OH)„ and test for Ni in the O. flame of the blowpipe, 

t Test for FeO and Fe a O s in the original solution as follows: Acidify 
HOI; filter, if necessary, and divide into 2 parts. To the first part add a di 
color shows the presence of Fe a O a . To the second part add a drop of K a I 
presence of FeO. 
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presence of phosphoric acid. (Arsenic acid, which 
acts like phosphoric, will have been removed with 
the fifth and sixth group metals as sulphide.) 

II. Oxalates are seldom met with in an analy- 
sis. They may be detected by heating the solu- 
tion (the more concentrated the better) with some 
manganese dioxide (free from carbonate) and a 
little dilute sulphuric acid. If present, there will 
be an effervescence and evolution of carbon diox- 
ide (C0 2 ), which may be recognized by its action 
on lime-water (see Carbonic Acid). 

III. Silicic acid when present is generally re- 
moved before beginning the tests for the metals 
by evaporating an acid solution to dryness and 
taking up the residue with acid and water (see 
Silicic Acid). 

The same test may be applied here if neces- 
sary. 

Borates and fluorides are usually held in solu- 
tion (or sufficiently so) by the ammonium chloride 
present, so that they do not .interfere to any great 
extent, and no modification of the method of an- 
alysis is required. 

We are now ready to proceed with the separa- 
tion, supposing the presence of phosphates, etc., 
to have been shown by the tests just made. 
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Boil out H 2 S, if present. Add a few drops of 
HN0 3 and boil (Note 1). If H 2 C 2 4 or organic 
matter is present, evaporate to dryness and ignite 
gently. If these are not present, but silicic acid 
is, then acidify with HC1 and evaporate to dry- 
ness, but do not ignite (Note 2). Treat the 
residue with HC1 (cone), dilute with H 2 0, and 
boil ; it dissolves wholly or leaves a white residue 
of Si0 2 . Filter. If neither oxalic nor silicic 
acids are present the solution after boiling with 
nitric acid to oxidize the iron is treated according 
to filtrate 1°. 



Residue 1°. 
SiO a . 



Filtrate 1.° 

Nearly neutralize with NH 4 OH. then add a moderate 
excess of NH 4 C a H.O, and a little HCa^O,. dilute largely, 
boil for about 5 min., and filter. Wash the ppt. with boil- 
ing water. (Note 3.) 



Ppt. 2°. 

Fe, Al, and Cr as phosphates and basic 
acetates. 

Dry and mix with Na,CO, -f KC10„ 
and fuse in platinum capsule. Dis- 
solve the fusion in boiling water, and 
filter. (Note 4.) 



Residue 8°. 

Fe.O^AljO,, 
Fe,(PO«),. and 
A1,(F0 4 V 



Filtrate 2°. 

Metals of the 1°, 2°, and 4° Groups, ex- 
cept iron. 

Analyze in the same way as any 
ordinary mixture of the first four, 
groups. 



Solution 8°. 
Na,Cr0 4 , Na,Al a 4 , etc. (Divide in 2 parts.) 



1° acidify with HC\,TI,0, 
(if any precipitate forms, it 
shows A1P0 4 ): filter, and to 
the filtrate add Pb(C a H,0,) a , 
a yellow ppt. = PbCrU 4 ; 
proves Cr. 



2° acidify with HCI; then 
add (KH 4 ),CO„ and boil. A 
white, flocculent precipitate 
proves Al. 
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NOTES.— PHOSPHATE SEPARATION. 

Note 1. — The nitric acid is added to oxidize 
ferrous salts to ferric. In case organic matter is 
present it is well to use quite an excess, as it aids 
in the decomposition of the organic substances. 
As already stated, ignition, when necessary, should 
always be conducted at as low a temperature as 
possible, just sufficient to completely carbonize the 
organic material present. A high temperature 
decomposes iron, aluminium, and chromium salts, 
and makes their oxides, which are left by the 
ignition, very difficultly soluble in acids. 

Note 2. — The evaporation for silica must be 
continued until the diy mass on stirring smells 
no longer of acid. 

The temperature used should not exceed 110°- 
120° C. 

Note 3. — The neutralization with ammonia 
should be continued until the precipitate which 
forms on its addition dissolves very slowly. A 
moderate excess of ammonium acetate should 
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then be added. If iron or aluminium salts are 
present, a precipitate of their phosphates may 
then be thrown down. If sufficient iron is pres- 
ent to precipitate all the phosphoric acid, the 
solution, after the addition of the ammonium ace- 
tate, will have a red color, due to ferric acetate. 
If the solution, however, remains colorless, ferric 
chloride must be added, drop at a time, until the 
red color appears or until a few drops of the 
liquid give a red precipitate with ammonia Any 
large excess of iron is to be avoided, but enough 
to give a reddish tinge to the liquid is necessary 
to insure complete precipitation of the phosphoric 
acid. 

The ferric acetate is precipitated on boiling 
the dilute solution as a basic acetate, and any 
ferric phosphate that it may have been held in so- 
lution is thrown down at the same time. A small 
amount of free acetic acid is necessary in the 
reaction to prevent any zinc or manganese pre- 
cipitating. The solution should not be boiled 
more than four or five minutes, and it must be 
quite dilute. 

The filtration should be carried on rapidly, the 
liquid being kept hot, and the precipitate washed 
mrU h ^oiling water. 



NOTES. — PHOSPHATE SEPARATION. 109 

Note 4. — Although aluminium phosphate is 
not completely decomposed by fusion with sodium 
carbonate, still sufficient of it goes into solution 
to give a satisfactory test for aluminium. 

Another method that could be used would be 
to treat the precipitate with potassium hydroxide. 
The aluminium and chromium basic acetates and 
phosphates are soluble in this reagent, and go 
into solution. The chromium is then oxidized 
in the alkaline solution with bromine, and the 
chromium determined in one portion by acidify- 
ing with acetic acid, filtering if necessary, and 
adding lead acetate. The alumina is determined 
in the other part by acidifying with hydrochloric 
acid and then making alkaline with ammonia. 



METALS OF THE FIFTH GROUP. 



The common metals of this group are : Silver 
(Ag), Lead (Pb), Mercury (Hg), Bismuth (Bi), 
Copper (Cu), and Cadmium (Cd). 

The chief characteristics of the group are the 
precipitation of the metals by H 2 S from acid 
solutions, and the insolubility of these precipi- 
tates in alkaline sulphides (note exceptions to 
latter under mercury and copper). 

H 2 S or alkaline sulphides also precipitate neu- 
tral or alkaline solutions in the same way. 

The group is subdivided into two divisions, 
the first comprising the metals yielding chlorides 
insoluble in dilute hydrochloric or nitric acids, 
viz., silver, lead, and mercurous salts. Lead is 
often found in both divisions, owing to the fact 
that its chloride is not very insoluble in water, 
and even more soluble in solutions of certain 
salts. 110 
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We will now proceed to a study of the indi- 
vidual metals of the group, and when that has 
been completed the separation of the group from 
the other groups, and the detection of its different 
metals, will be explained. 

SILVER (Ag). At. wt. 108; sp. gr. 10.53. 

A white, lustrous metal, very malleable, fuses 
at 954° C. It is not oxidized by water or air at 
any temperature; is easily attacked by CI, Br, 
or I, and is quickly tarnished by EL^S or sul- 
phides. 

The proper solvent is nitric acid, in which it is 
readily soluble. It is also soluble in hot strong 
sulphuric acid. 

6 Ag + 8HN0 3 = 6 AgN0 3 + 2NO + 4H 8 ; 
2 Ag + 2H 2 S0 4 = Ag 2 S0 4 +S0 2 +2H 2 0. 

Silver Gliloi'ide (AgCl). — Hydrochloric acid or 
soluble chlorides when added to solutions of sil- 
ver salts give a white curdy precipitate of silver 
chloride (a) which blackens on exposure to light. 

The precipitate is insoluble in dilute hydro- 
chloric and nitric acids, but is somewhat soluble 
in the strong acids. It is easily soluble in ap. 
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monia (5), from which solution it reprecipitates 
on acidifying with nitric acid (c). Also soluble 
in potassium cyanide as double cyanide (d), and 

in sodium thiosulphate (hyposulphite) (Na^gOs) 

« 

(e). Soluble to a considerable extent in concen- 
trated solutions of chlorides of the alkalies. The 
double cyanide solution is largely used in electro- 
plating, and the reaction with thiosulphate is 
made constant use of in photography, also in the 
extraction of silver from its ores. 

(a) AgNO s + HC1 = AgCl + HN0 3 ; 

> — , — > 

(b) 2 AgCl + 3NH 4 OH = 2 AgCl,3NH, + 3H 8 ; 

(c) 2AgCl,3NH 3 + 3HN0 3 = 2 AgCl + SNE^NOs ; 

(d) AgCl + 2KCy = AgCy,KCy + KC1; 

0) 2 AgCl + 8Na,S,0, 

= AgAO„2NaAO, + 2NaCl. 

Silver chloride may be reduced to metal by 
adding to it a piece of ziuc and a little dilute 
acid, as sulphuric : 

2 AgCl + Zn = Ag + ZnCl, . 
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Fusion of the chloride with sodium carbonate 
effects the same result. 

Silver Bromide (AgBr). — Soluble bromides 
precipitate silver salts, giving a yellowish-white 
precipitate of bromide, insoluble in dilute nitric 
acid and less easily soluble in ammonia than the 
chloride. Soluble in potassium cyanide and thio- 
sulphate, the same as the chloride. Decomposed 
by concentrated hydrochloric acid, with formation 
of AgCl. 

Silver Iodide (Agl). — Soluble iodides give a 
yellow precipitate of silver iodide, soluble in ex- 
cess of the reagent, forming a double iodide, and 
in potassium cyanide and thiosulphate. It is 
almost insoluble in ammonia. Insoluble in dilute 
acids. 

Silver Cyanide (AgCy). — HCy or soluble cy- 
anides give white precipitates of silver cyanide, 
easily soluble in excess of reagent. Insoluble in 
dilute nitric acid, and decomposed by the boiling 
concentrated acid. Soluble in ammonia and thio- 
sulphate. Decomposed on ignition into metallic 
silver, cyanogen gas, and paracyanogen. 

Silver Sulphide (Ag»S). — H 2 S or soluble sul- 
phides precipitate silver salts, giving a black pre- 
cipitate of silver sulphide, insoluble in cold dilute 
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monia (5), from which solution it reprecipitates 
on acidifying with nitric acid (c). Also soluble 
in potassium cyanide as double cyanide (d)> and 
in sodium thiosulphate (hyposulphite) (NagSgOs) 
(e). Soluble to a considerable extent in concen- 
trated solutions of chlorides of the alkalies. The 
double cyanide solution is largely used in electro- 
plating, and the reaction with thiosulphate is 
made constant use of in photography, also in the 
extraction of silver from its ores. 

(a) AgN0 3 + HC1 = AgCl + HN0 3 ; 

> — y — > 

(b) 2 AgCl + 3NH 4 OH = 2 AgCl,3NH, + 3H 2 ; 
(<?) 2 AgCl,3NH 3 + 3HN0 3 = 2 AgCl + 3NH 4 N0 8 ; 

(<*) AgCl + 2KCy = AgCy,KCy + KC1; 

(«) 2AgCl + 3Na s SA 

= Ag&0„2Na&0, + 2NaCl. 

Silver chloride may be reduced to metal by 
adding to it a piece of zinc and a little dilute 
acid, as sulphuric : 

2 AgCl + Zn = Ag + ZnCl, . 
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Fusion of the chloride with sodium carbonate 
effects the same result. 

Silver Bromide (AgBr). — Soluble bromides 
precipitate silver salts, giving a yellowish-white 
precipitate of bromide, insoluble in dilute nitric 
acid and less easily soluble in ammonia than the 
chloride. Soluble in potassium cyanide and thio- 
sulphate, the same as the chloride. Decomposed 
by concentrated hydrochloric acid, with formation 
of AgCl. 

Silwr Iodide (Agl). — Soluble iodides give a 
yellow precipitate of silver iodide, soluble in ex- 
cess of the reagent, forming a double iodide, and 
in potassium cyanide and thiosulphate. It is 
almost insoluble in ammonia. Insoluble in dilute 
acids. 

Silver Cyanide (AgCy). — HCy or soluble cy- 
anides give white precipitates of silver cyanide, 
easily soluble in excess of reagent. Insoluble in 
dilute nitric acid, and decomposed by the boiling 
concentrated acid. Soluble in ammonia and thio- 
sulphate. Decomposed on ignition into metallic 
silver, cyanogen gas, and paracyanogen. 

Silver Sulphide (Ag»S). — H 2 S or soluble sul- 
phides precipitate silver salts, giving a black pre- 
cipitate of silver sulphide, insoluble in cold dilutt 
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acids, in alkaline sulphides, and in potassium cya- 
nide. Easily soluble in boiling dilute nitric acid, 
with separation of sulphur: 

2 AgN0 3 + H 2 S = Ag 2 S + 2HN0 8 ; 
3 Ag 2 S + 8HN0 8 = 6AgN0 3 + 3S+ 2NO + 4H 2 0. 

Silver Oxide (Ag 2 G). — Sodium or potassium 
hydrates precipitate solutions of silver salts, yield- 
ing brown silver oxide, insoluble in excess of the 
reagent : 

2 AgN0 3 + 2KOH = Ag,0+2KN0 8 +H 2 0. 

Ammonium hydrate gives the same precipitate 
in neutral solutions, easily soluble in excess of 

ammonia (Ag 2 0,2NH 3 ). 

Silver oxide is decomposed by heat into metallic 
silver and oxygen. 

Silver can easily be obtained in the metallic 
state from its solutions by the addition of one of 
the more electropositive metals, as Cu, Zn, Hg, Fe 
etc., also by many reducing agents, as FeS0 4 , S0 2 , 
etc. 
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LEAD (Pb). At. wt 207; sp. gr. 11.4. 

Lead is a soft, malleable metal, of a gray color, 
fusing at 335° C. It is insoluble in dilute sul- 
phuric and hydrochloric acids, but dissolves easily 
in dilute nitric acid: 

3Pb + 8HNO3 = 3Pb(N0 3 ) 2 +2NO+4H 2 0. 

Water containing air acts on lead forming a hy- 
drate, which soon changes to a basic carbonate. 
This action is increased by the presence of nitrog- 
enous organic matter, also by nitrates and nitrites. 

Lead forms several oxides (PbO, Pb 8 4 , PbOg, 
etc.). On ignition the higher oxides are all re- 
duced to PbO, which is the only oxide forming 
stable salts. 

Lead oxide (PbO) is a yellow substance soluble 
in nitric and acetic acids, also in sodium and potas- 
sium hydrates. 

All the stable salts of lead are those of this 
oxide. 

Triplumbic tetroxide, or red lead (Pb 3 4 ), is, as 
the name implies, of a red or scarlet color. It is 
largely used as a pigment. 

With nitric acid it gives lead nitrate, Pb(NO a ) 8 , 
soluble, and leaves a brown residue of lead diox- 
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ide (Pb0 2 ). Hydrochloric acid slowly dissolves 
it, with evolution of chlorine. 

Reducing agents, as oxalic or tartaric acids, 
sugar, or alcohol, cause it to dissolve completely in 
nitric acid. 

Lead dioxide, often called puce or peroxide, is of 
a brown color. It is insoluble in nitric acid ex- 
cept when reducing agents are present. With 
hydrochloric acid it yields lead chloride and chlor- 
ine. 



Lead Chloride (PJ6V 2 ). — In solutions of lead 
salts, not too dilute, hydrochloric acid or soluble 
chlorides give a white precipitate of lead chloride, 
only slightly soluble in cold water, but soluble in 
hot. In dilute hydrochloric acid it is more insol- 
uble than in water. In strong hydrochloric or 
nitric acid it is much more soluble than in water : 

Pb(NO s ) 2 + 2HC1 = PbCl 2 + 2HNO* 

» — » — ' 

If ammonia be added to lead Chloride it 
changes it to a basic chloride, PbCl 2 ,3PbO,4H 2 0, 
which is veiy insoluble in water. 

Lead Bromide (PhBrS). — Soluble bromides 
precipitate lead salts as bromide, white, solubility 
n <\yn+»v about the same as the chloride. 
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Lead Iodide (Pbl 2 ). — Soluble iodides precipi- 
tate lead iodide, yellow, more insoluble in water 
than the chloride or bromide. Soluble in excess 
of the reagent, forming double iodides (as 
KI,PbI 2 or 4KI,PbI 2 ). 

Lead Sulphide, PbS. — H 2 S or soluble sul- 
phides give with lead salts a black precipitate of 
PbS (a). In presence of much hydrochloric acid 
the precipitate is sometimes red, owing to the 
formation of a compound of lead chloride and 
sulphide (as PbCl 2 ,2PbS) ; on diluting the solu- 
tion with water and adding an excess of H 2 S, the 
red precipitate is converted into the black sul- 
phide. 

Lead sulphide is easily soluble in hot dilute 
nitric acid, yielding lead nitrate (&). With hot 
concentrated acid it gives lead sulphate (c). 

(a) Pb(N0 3 ) 2 + H 2 S = PbS + 2HN0 8 ; 

(6) 3PbS+8HN0 8 

=3Pb(N0 3 ) 2 +2NO+3S+4H 2 

(c) 3PbS+8HN0 8 =3PbS0 4 + 8NO + 4H 8 0. 

Lead Sulphate (PbS0 4 ). — Sulphuric acid and 
soluble sulphates precipitate lead salts as sulphate 
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(a) y white, insoluble in water, and in dilute acids, 
particularly dilute sulphuric. 

Concentrated hydrochloric dissolves it as lead 
chloride. It is soluble in boiling ammonium 
acetate and in the fixed alkalies. Also soluble in 
warm (68° C.) sodium thiosulphate (b) (distinc- 
tion from barium sulphate). Presence of much 
free nitric acid interferes with the precipitation 
of lead as sulphate. 

(a) Pb(N0 3 ) 2 +H 2 S0 4 = PbS0 4 + 2HN0 8 ; 

» — « — ' 

(b) PbSO, + 3Na*S A 

^~~~' = 2Na 2 S A,PbS A + NagSO* 

Lead Hydroxide (Pb(OH)^). — Sodium or po- 
tassium hydrates precipitate lead solutions as hy- 
droxide, white, soluble in excess of the reagent : 

Pb(N0 3 ) 2 + 2KOH = Pb(OH), + 2KNO, ; 

V , , 

Pb(OH) 2 + 2KOH = KsPbO, + 2H.O. 

« , ' 

Ammonia gives precipitates of basic salts, in- 
soluble in excess of ammonia. 

With solutions of the acetate not too concen- 
trated, ammonia gives no precipitate owing to 
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the formation of a soluble tribasic acetate 

(Pb 3 2 (C 2 H 3 0,) 3 ). 

Lead Carbonate. — Soluble carbonates give 

white precipitates of basic lead carbonates, varia- 
ble in composition. 

Lead Chr ornate (PbCr0 4 ). — Solutions of lead 
salts are precipitated by soluble chromates, giving 
a precipitate of lead chroraate, yellow, soluble in 
sodium or potassium hydrates, insoluble in dilute 
nitric and acetic acids : 

Pb(N0 8 ) 2 + K 2 Ci 4 = PbCr0 4 + 2KN0 8 . 

* — , — » 

In addition to the compounds spoken of, the 
phosphate, oxalate, cyanide (there is no double 
cyanide), and sulphite are insoluble in water. 

Lead salts are easily reduced to the metallic 
state by the more electropositive metals, such as 
zinc, iron, or magnesium. 

If any lead compound is heated on charcoal in 
the reducing flame of the blowpipe, the lead is 
reduced to the metallic state (#), and a portion 
volatilizes and forms a coating of lead oxide on 
the coal. This coating is dark yellow when hot, 
light yellow on cooling. 

The addition of sodium carbonate to the sub- 
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stance before the fusion on charcoal assists the 
reaction very materially (J). 

(a) PbS0 4 + C = Pb + C0 2 + SO* 

(b) 2 > PbS0 4 +2Na 2 C0 8 +5C=2Pb+2Na 2 S+7C0 8 . 

If, instead of making the fusion on charcoal, 
the mixture of Na^jCOa with the lead compound 
be fused in a porcelain crucible, the reaction is 

different, the lead being obtained as oxide : 
PbS0 4 + N^C0 8 = PbO + Na 2 S0 4 + CO* 

MERCURY (Hg). At wt. 200 ; sp. gr. 13.59. 

A white lustrous metal; liquid at temperatures 
between -40° C. and 360° C. 

At the latter temperature it boils and volatil 
izes. It is slightly volatile at ordinary tempera- 
tures. When in a very finely divided state the 
metal appears as a gray or black pulverulent pow- 
der, without metallic lustre. It is not oxidized 
by the air. The best solvent is nitric acid. 

It dissolves easily in dilute acid on heating, or 
in the cold if lower oxides of nitrogen are present 
With oold dilute acid the product is mercurous 
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nitrate (a), with hot acid in excess mercuric 
nitrate (£). 

It is also soluble in strong sulphuric acid on 
heating (<?) and in chlorine. 

(a) 6Hg + 8HN0 3 = 3Hg 2 (N0 3 ) 2 + 2NO + 4H 2 0; 

(b) 3Hg + 8HN0 3 = 3Hg(N0 8 ) 2 + 2NO + 4H 2 0; 

(c) Hg + 2H 2 S0 4 = HgS0 4 + S0 2 + 2H 2 0. 

Hydrochloric acid does not dissolve it. 

A very characteristic property of mercury is its 

power of forming amalgams with many other 

metals. This is made use of on a very large scale 

for the extraction of gold and silver from their 
ores. 

To a few drops of mercury in a watch-glass add 
a little finely divided lead or zinc, and notice that 
the lead or zinc dissolves in the mercury, and that 
the latter becomes pasty. By igniting the amal- 
gam gently the mercury volatilizes and the metal 
with which it was combined is left as a residue. 

Mercuiy forms two well-defined oxides, mercur- 
ous oxide (Hg 2 0), black, and mercuric oxide 
(HgO), red, and two corresponding series of salts. 
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Mercurous Salts. 

With the exception of the nitrate (Hg3(N0 8 ) 2 ), 
the mercurous salts are insoluble or difficultly so 
in water. 

The oxygen salts are volatile on ignition, under- 
going decomposition at the same time. The chlo- 
ride and bromide volatilize unaltered. 

HgzCl* — Hydrochloric acid or soluble chlorides 
give with mercurous salts a white precipitate of 
Hg 2 Cl 2 (calomel). 

This precipitate is insoluble in cold hydrochloric 
acid, but on boiling is slowly changed to mercuric 
chloride (HgCl 2 ) and metallic mercury (Hg). 

Chlorine or nitric acid quickly change it to 
mercuric salt, soluble in water. KOH or NaOH 
convert it into mercurous oxide (Hg 2 0), black. 
NH4OH also turns it black, but the product is a 
mixture of a mercuric ammonium compound and 
metallic mercury, insoluble in excess of ammonia 
(distinction from silver) : 

Hg 2 (N0 8 ) 2 + 2HC1 = Hg 2 Cl 2 +2HN0 8 ; 

*■ ' 

HgArh 2NH 4 H 

» . ' 

white 

= NH 8 HgCl + Hg +NH 4 C1 + 2H 2 0. 

> , » 
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BBr or soluble bromides precipitate mercurous 
solutions, giving a precipitate of mercurous bro- 
mide (Hg 2 Br 2 ), yellowish white; insoluble in di- 
lute HN0 3 . 

Soluble iodides give a greenish-yellow precip- 
itate of Hg 2 I 2 , which is slowly decomposed by 
excess of the reagent to Hgl 2 ,2KI + Hg. 

Sulphides. — H 2 S or soluble sulphides precipi- 
tate from mercurous solutions a mixture of 
HgS + Hg (black). The metallic mercury may 
be dissolved out by boiling with dilute HN0 8 ; 
the HgS remains insoluble. 

Oxide. — KOH or NaOH gives black precipi- 
tates of mercurous oxide (Hg 2 0) when added to 
mercurous solutions. The precipitate is in- 
soluble in excess of the alkali. 

NH4OH also gives a black precipitate of mer- 
curic ammonium salt and metallic mercury, in- 
soluble in excess of ammonia. 

Reducing agents, as SnCl 2 , FeS0 4 , etc., quickly 
reduce mercurous solutions, giving a precipitate 
of metallic mercury (gray or black). 
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SECOND DIVISION — NOT PRECIPITATED BT 
HYDROCHLORIC ACID. 

Mercuric Salts. 

With the exception of the chloride, most of 
the mercuric salts require for their solution in 
water the presence of some free acid ; otherwise 
they decompose, giving a precipitate of basic salt. 

Like the mercurous salts they are all volatile 
on ignition. 

HgS. — If H 2 S or ammonium sulphide be 
added gradually to mercuric solutions, a white 
precipitate is first formed, which changes, on fur- 
ther addition of the reagent, to yellow, then 
brown, and finally, when the reagent is in excess, 
to a black precipitate. 

The lighter-colored precipitates consist of com- 
binations of the mercuric salt with HgS, in vary* 
ing proportions (a). The final, black, precipitate 
is mercuric sulphide (b). 

(a) SHgCls + 2H 2 S = HgCl 8 ,2HgS + 2HC1 ; 

< » * 

(J) HgC^ + HsS =HgS + 2HCl. 

The precipitate is insoluble in nitric acid, even 
nn boiling (a distinction from all other sulphides 
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of the group). On long boiling with strong 
nitric acid it is changed in color from black to 
white, the change being due to the nitric acid dis- 
placing some of the sulphur of the sulphide, and 
forming a compound similar in composition to 
the one given by H 2 S when not added in excess 
(a) (Hg(N0 3 ) 2 ,2HgS). This, like HgS, is in- 
soluble in nitric acid, but is soluble in chlorine. 

HgS is readily soluble in aqua regia (i.e., chlo- 
rine). It is slightly soluble in boiling dilute 
hydrochloric, much more so in the concentrated 
acid. Sodium or potassium sulphides, particu- 
larly in presence of free alkali, dissolve it, with 
the formation of double salts. 

Oxide. — KOH or NaOH added to neutral or 

slightly aeid solutions of mercuric salts give at 

first a reddish-brown precipitate of basic salt, 

which changes on further addition of the alkali 

to yellow mercuric oxide (a). The precipitate 

is insoluble in excess. 

In presence of ammonia salts the precipitate is 

white (b) 

(a) HgCl 2 + 2KOH = HgO + 2KC1 + H 2 ; 

yellow 

(b) HgCl 2 ,NH<Cl + 2KOH 

= (NH 2 Hg)Cl + 2KC1 + 2H,0. 
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Ammonia produces similar precipitates to the 
one given in (b) unless the solution contains 
much free acid, in which case no precipitate is 
formed : 

HgCl 2 + 2NH 4 OH = NH 2 HgCl + NH 4 C1+ 2H 2 0. 

* , * 

Reduction to Metal. — Stannous chloride when 
added to mercuric solutions gives at first a white 
precipitate of mercurous chloride, which on 
further addition of the reagent changes to metal- 
lic mercury, gray or black : 

2HgCl 2 + SnCl 2 = Hg 2 Cl 2 + SnCl 4 ; 

T 

white 

Hg 2 Cl 2 + SnCl 9 = 2Hg + SnCl< . 

black 

Other reducing agents, such as FeS0 4 , SO*, 
Na^S^0 3 , etc., also reduce either mercurous or 
mercuric solutions to the metallic state. 

If a piece of bright, clean copper be placed in 
a neutral or slightly acid solution containing either 
mercurous or mercuric salt, the copper will soon 
be covered with a gray coating of mercury. If this 
deposit be gently rubbed with a piece of filter- 
paper or cloth, it becomes bright and lustrous like 
jolished silver. On gently warming, the coating 
r ol utilizes and the color of the copper reappears. 
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If any dry salt of mercury, either raercurous or 
mercuric, be mixed with dry sodium carbonate 
and heated in a glass tube closed at one end, 
metallic mercury will be volatilized and condense 
in the cold upper portions of the tube as a metal- 
lic mirror. 

BISMUTH (Bi). At. wt. 210; sp. gr. 9.9. 

Bismuth is a hard, brittle metal, of a white 
color with a reddish lustre. Fuses at 264° C. It 
is very slightly oxidized by the air at ordinary 
temperatures, but very rapidly at a red heat. 

It is almost insoluble in hydrochloric acid; 
boiling sulphuric converts it into sulphate, but its 
best solvent is nitric acid : 

2Bi + 8HNO3- 2Bi(N0 3 ) 8 + 2NO + 4H 2 0. 

There are several different oxides of bismuth, 
but the only one forming stable salts is the oxide 
Bi 2 3 . 

Precipitation by Water. — Bismuth salts require 
for their solution in water the presence of some 
free acid, otherwise they decompose into basic 
salts which precipitate. This action is very char- 
acteristic and important, and is made much use 
of in analysis. 
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If to a solution of bismuth chloride an excess of 
water be added, the greater part of the bismuth is 
precipitated as an oxychloride (a). With solution 
of the nitrate, the precipitate is variable, depend- 
ing on the quantity of water added (b and c ). 

In this reaction a portion of the bismuth is 
always held in solution by the nitric acid liberated. 
With bismuth chloride the precipitation is com- 
plete if excess of free acid has been removed by 
evaporation or neutralization before making the 
test. In solutions of the nitrate the delicacy of the 
reaction is greatly increased if to the solution, 
which should be only slightly acid and concen- 
trated, a solution of a chloride, as sodium chloride, 
Jbe added. The precipitate obtained is the oxy- 
chloride and not the basic nitrate (d). 

(a) BiCl 3 + H 2 = BiOCl + 2HC1 ; 

♦ — » — ' 

(b) Bi(NO»), + 2H.0 = Bi(OH) 8 N0 8 + 2HN0 8 ; 
0) 2Bi(OH) a NQ 3 

^=-(BiO) 2 (OH)NO s + HN0 3 + H 2 ; 

(d) Bi(NO s ), + NaCl + H a O 

= BiOCl + NaNO s + 2HNO,. 

TVip above precipitations are prevented by cer- 
.»n. »rtraniV icids, as acetic, citric, etc. 
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The precipitates are easily soluble in HC1 and 
HN0 3 , but not in tartaric, the latter being a dis- 
tinction from antimony. 

Bismuth Sulphide (Bi 2 S s ). — H 2 S or soluble 
sulphides precipitate black bismuth sulphide from 
solutions of bismuth salts. The precipitate is in- 
soluble in cold dilute acids and alkaline sulphides. 
Soluble in hot dilute nitric acid. 

2Bi(N0 8 ) 8 + 3H 8 S = Bi 2 S 3 + 6HN0 3 ; 

* — » — * 

Bi 2 S 3 +8HNO,= 2Bi(N0 3 ) 3 + 2NO + 4K.0 + 3S. 

Bismuth Hydroxide (Bi(OH) s ). — Potassium, 
sodium, and ammonium hydrates give with solu- 
tions of bismuth salts a white precipitate of bis- 
muth hydroxide, insoluble in excess of the reagents. 
The precipitation by ammonia is a distinction from 
copper and cadmium: 

Bi(N0 3 ) 3 + 3KOH = Bi(OII) 8 + 3KN0 8 

Tartaric acid, citric acid, and certain organic 
substances prevent the precipitation. 

Bismuth Dioxide (Bi/) 2 ). — If a solution of 
potassium stannite (made by adding KOH to 
stannous chloride until the precipitate which first 
forms has all dissolved) containing an excess of 
alkali be added to a solution of bismuth salt, a 
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black precipitate of bismuth dioxide is formed. 
The reaction is delicate and, in absence of mer- 
cury salts, characteristic : 

2Bi(N0 3 ) 3 + K 2 Sn0 2 + 6KOH 

= Bi A + K 2 Sn0 3 + 6KNO3. 

Bismuth Carbonate ((BiO) 2 OOs). — The alka- 
line carbonates precipitate bismuth salts, giving 
a basic carbonate. 

Bismuth Chromate. — Solublechromates precip- 
itate bismuth solutions, giving yellow precipitates 
varying in composition according to conditions. 
With potassium dichromate it is (BiO) 2 Cr 2 7 : 

2Bi(N0 3 ) 3 + 3K,CrA + 4H a O 

= (BiO) a Cr A + 6KN0 3 + 4H 2 Cr0 4 . 

Bismuth chromate is easily soluble in nitric 
acid, and insoluble in sodium or potassium hy- 
drates (distinction from lead). 

Reduction to Metal. — Bismuth is obtained from 
its solutions in the metallic state by addition of 
iron, zinc, etc., in the same way as for lead. 

With sodium carbonate on charcoal, before the 
blowpipe the reaction is very similar to lead 
«vj«pt f hpt the bead is brittle. 
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COPPER (Cu). At. wt. 63.6 ; sp. gr. 8 9. 

Copper lias a characteristic red color, is very 
malleable and ductile, and is one of the best con- 
ductors of heat and electricity. Fuses at about 
1100° C. It is contained in majiy important 
alloys, as bronze (Cu and Sn), brass (Cu and Zn), 
German silver (Cu Zn Ni), etc. 

Copper dissolves easily in nitric acid (a), and 

is also soluble in hot concentrated sulphuric acid 

(/>). Hydrochloric acid has very little action on 
it. 

(a) 3Cu+8HN0 3 = 3Cu(N0 3 ) 2 +2NO +4ILO ; 

(/;) Cu + 2ILS0 4 = CuS0 4 + S0 2 + 2II 2 0. 

Copper forms two oxides, the cuprous (Cu 2 0) 
and cupric (CuO), and two corresponding series 
of salts. The cuprous salts are seldom met with, 
are unstable, and easily changed to cupric salt and 
metallic copper. They are nearly all insoluble in 
water. 

Cupric Salts. — The ordinary copper salts all 
belong to this class. In the form of crystals or 
in solution they are of a green or blue color. 
The anhydrous salts are white. 

Copper Sulphide. — H 2 S and soluble sulphides 
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precipitate cupric salts, giving a black precipitate 
of sulphide (2CuS,Cu 2 S). This precipitate is 
easily soluble in hot dilute nitric acid, slightly 
soluble in ammonium sulphide, soluble in potas- 
sium cyanide (distinction from cadmium and all 
the other sulphides of the group), insoluble in 
boiling dilute sulphuric acid (another distinction 
from cadmium). 

3(2CuS,Cu 2 S) + 32HN0 3 

= 12Cu(N0 3 ) 2 + 8NO + 9S + 16H 2 ; 

Sodium thiosulphate (NajS-jO^) in hot solutions 
of copper salts gives a black precipitate of cu- 
prous sulphide. In solutions strongly acid with 
HC1 this is a separation from cadmium. 

Cupric Hydroxide (6fo(0//) 2 ). — Sodium or 
potassium hydrates precipitate from cupric solu- 
tions the blue hydroxide, insoluble in excess, 
soluble in ammonia and in acids. 

On heating the precipitate, while still sus- 
pended in the liquid, it becomes black, changing 
to 3CuO,ILO. 

In presence of sufficient tartaric, citric, or ar- 
senious acids, grape-sugar, etc., the alkalies fail to 
give a precipitate, a blue solution being obtained. 

Tf to the alkaline tartrate solution some grape- 
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sugar be added and the solution boiled, a red or 
yellow precipitate of cuprous oxide is formed. 
This reaction is frequently used to determine the 
presence of grape-sugar in solutions. 

AmvuMwin hydrate and carbonate when added 
to copper solutions gives at first a blue precipi- 
tate of a basic salk which readily dissolves on 
further addition of ammonia to a deep-blue liquid. 
From copper sulphate the blue solution contains 
CuS0 4 ,4NH 8 + H 2 0; with the chloride the solu- 
tion contains CuCl a ,4NH 8 + H 2 0. 

Potassium cyanide decolorizes the blue solution, 
owing to the formation of double cyanide. 

Cupric Carbonate. — The fixed alkaline car- 
bonates precipitate from cupric solutions a green- 
ish-blue basic carbonate of variable composition. 

Cuprous Cyanide. — Potassium cyanide when 
added to cupric salts gives a precipitate of 
cuprous cyanide, or cuproso-cupric cyanide, easily 
soluble in excess. 

Cupric Ferrocyanide {Cu^FeCy^). — Potassium 
ferrocyanide, when added to a solution of cupric 
salt gives a very characteristic reddish-brown 
precipitate of cupric ferrocyanide : 

* 

2CuS0 4 + K 4 FeCy 6 = Cu 8 FeCy 8 + 2K.SO* 
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The precipitate is not affected by dilute acids, 
but it is decomposed by alkalies : 

Cu 2 FeCy 6 + 4KOH = Cu(OH) 2 + K^eCy* 

Reduction to Metal. — Copper is easily precipi- 
tated in the metallic state, from its solutions, by 
iron, zinc, etc. A delicate and convenient way 
to make the test is to put a few drops of a dilute 
solution of copper in a platinum capsule, acidify 
with a drop of acid, and then add a small piece 
of zinc. The copper will usually be found adher- 
ing to the platinum, and can be recognized by its 
characteristic color. 

Flame Test — Copper salts, as well as the metal 
and its alloys, if held on a platinum wire in the 
flame of a Bunsen burner or blowpipe, color the 
flame green. Moistening the test with a drop 
of concentrated hydrochloric acid adds much to 
its delicacy. With the borax bead in the oxidiz- 
ing flame copper compounds give a blue color. 

CADMIUM (Cd). At. wt. 112 ; sp. gr. 8.8. 

Cadmium is a tin- white malleable metal, fusing 
> f * 315° C. It dissolves slowly in hot dilute 
* drochloric or sulphuric acids with evolution 
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of hydrogen. It is more easily soluble in nitric 
acid, which is its best solvent : 

Cd + 2HC1 = CdCL + 2H ; 

Cd + ILS0 4 = CdS0 4 + 2H ; 

:?Cd + 8IINO3 = 3Cd(NO,) 3 + 2NO + 4H a O. 

Cadiiiiuin resembles zinc in its chemical prop- 
erties. It forms only one oxide, CdO, and a corre- 
sponding series of salts. 

Cadmium Sulphide (Cd&). — H 2 S or soluble 
sulphides give with cadmium salts a yellow pre- 
cipitate of sulphide, insoluble in cold dilute acids, 
alkaline sulphides, or potassium cyanide. Sol- 
uble in hot dilute nitric acid, also in boiling 
dilute sulphuric (the latter being a distinction 
from copper). 

Cadmium Ilt/droxide (Cd(OII)o). — I^ptesainqi 
and sodium hydrates precipitate cadmium solu- 
tions, giving a white hydrate, insoluble in excess 
of the alkali, soluble in acids. 

With ammonium hydrate the same precipitate 
is formed, in absence of ammonium salts, which is 
very easily soluble in excess of ammonia. 

Cadmium Carbonate (CdCO^). — Potassium, so- 
dium, and ammonium carbonates precipitate cad- 
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mrium carbonate, white, insoluble in excess of the 
precipitant. Soluble in potassium cyanide. Free 
ammonia prevents the precipitation. 

Cadmium Cyanide (CdOy^). — Potassium cya- 
nide gives with cadmium salts a white precipitate 
of cadmium cyanide, easily soluble in excess of 
reagent, forming double cyanide. From this solu- 
tion the cadmium is precipitated by H 2 S as sul- 
phide : 

Cd(N0 3 ) 2 + 2KCy = CdCy 2 + 2KN0 8 ; 

' — . — ' 

CdCy t +2KCy = CdCy„2KCy; 

» . ' 

CdCy 2 ,2KCy + 2H 2 S = CdS + 4Hfy + K£>. 

Blowpipe Test — Cadmium compounds fused 
on charcoal with dry sodium carbonate are re- 
duced to metal, which volatilizes and forms a 
characteristic brown coat on the coal. 

RECAPITULATION. 

On reviewing the reactions of the metals of the 

fifth group we at once see that they differ from 

all of the metals of the preceding groups in the 

fact that they are precipitated from solutions acid 

vitli the strong acids, by I1JS, and it will be 
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found later on that they differ from the sixth 
group in the insolubility of their sulphides in 
alkaline sulphides, the sixth-group sulphides be- 
in£ soluble. 

A further distinction in regard to three of the 
metals (Ag, Pb, Hg (ous)) is found in the insolu- 
bility of their chlorides in dilute hydrochloric 
acid. This reaction enables us to separate these 
metals, not only from those of all the other 
groups, but also from the remaining metals of the 
fifth. 

Let us suppose, for example, that we have a 
solution containing metals of all six groups ; hy- 
drochloric acid is added to it in slight excess, and 
the mixture filtered. The precipitate will con- 
tain silver, lead, and mercurous chlorides, and in 
the filtrate will be all of the other metals. This 
filtrate is now acid with hydrochloric acid, owing 
to the fact that more than sufficient to precipitate 
the chlorides was used in the first precipitation. 
If now we add HLS in excess to the solution, the 
remainder of the fifth group and all of the sixth 
will precipitate. On filtering, these metals will 
be separated from those of the first four groups, 
which will be found in the filtrate. 

If now we make use of the fact that the fifth- 
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group sulphides are insoluble in ammonium sul- 
phide, and those of the sixth soluble, we can 
easily separate one from the other. Doing this, 
we have a residue containing the second division 
of the fifth group (Pb (?), Hg (ic), Bi, Cu, Cd) 
and in the filtrate the sixth group as sulphur 
salts. 

Going back now to our precipitate of the 
chlorides (AgCl,PbCl 2 ,HgX!lo) we see, on study- 
ing their properties, several points in which they 
differ from each other. Lead chloride, for ex- 
ample, is soluble in boiling water, the others 
insoluble : if, then, we treat a precipitate of the 
three with hot water, the lead chloride will all be 
dissolved, and on filtering will be found in the 
filtrate, where its presence may be proved by add- 
ing sulphuric acid, which, as we already know, 
precipitates lead and no other metal of the group. 

In the residue left after removal of the lead 
chloride we have only silver and mercurous 
chlorides, which, you will remember, differ from 
each other in their action with ammonia, the sil- 
ver chloride being soluble, and the other not only 
insoluble, but it changes in color from white to 
1 "ack, which change is characteristic for mer- 
^ni'nus salt. 
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From the uiumouiacal solution, you know, the 
silver chloride can be reprecipitated by acidifying 
with nitric acid. By this series of reactions we 
have separated these three metals from all of the 
groups and from each other. Let us return to 
our residue of sulphides (PbS (?), HgS, Bi 2 S 3 , 
Cu 4 S ;i , and CdS), and see in what way it can be 
separated. Hot dilute nitric acid will dissolve 
all of these, with the exception of the mercuric 
sulphide (HgS); so if we boil the residue with 
dilute nitric acid, the lead, bismuth^ copper, and 
cadmium sulphides go into solution as nitrates, 
and the HgS remains insoluble, which after 
filtering can be dissolved in a little aqua regia 
(/.*., CI), and on the solution of mercuric chlo- 
ride obtained any of the characteristic tests for 
mercury may be made — preferably the precipita- 
tion with stannous chloride (SnCl 8 ). 

In the filtrate containing the nitrates it is al- 
Ways necessary to look for lead, since, owing to 
its being somewhat soluble in water, a portion 
is always likely to be found at this point. 
Making use of the action of sulphuric acid on 
lead salts, we can readily remove any lead that 
may be present. 

Filtering, only bismuth, copper, and cadmium 
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are left. The action of ammonia on these salts 
enables us at once to separate the bismuth as 
hydroxide, the copper and cadmium going into 
solution as ammonia compounds — copper, if 
present, giving the solution its characteristic blue 
color. As the formation of a white precipitate 
on the addition of ammonia is not conclusive 
proof of the presence of bismuth, it is always 
necessary to dissolve the precipitate in a little 
dilute hydrochloric acid and make the very char- 
acteristic water test. 

The copper and cadmium may be determined 
in the ammoniacal solution by the reactions with 
cyanides. 

If further test for copper besides the blue color 
of the solution is desired, it is made by acidifying 
a portion of the solution with acetic acid, and 
then adding potassium ferrocyanide, copper, if 
present, giving its well-known red ferrocyanide. 

You perhaps remember that copper sulphide is 
soluble in potassium cyanide, and that cadmium 
sulphide is insoluble , if, then, we add sufficient 
of the cyanide to change the copper and cadmium 
to double cyanides, and pass ILS into this solu- 
tion, the cadmium is precipitated as yellow sul- 
phide. 
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We might make use of some of the other reac- 
tions of these metals, as the action of hot dilute 
sulphuric acid on the sulphides, to effect their 
separation, but the one with the cyanide is reli- 
able and easy to perform. 

In Scheme No. I the plan adopted is that just 
outlined. 



METALS OF THE SIXTH GROUP. 



TIN, ARSENIC, ANTIMONY, GOLD, AND PLATINUM. 



These metals, like those of Group V, are pre- 
cipitated by ILS from acid solutions, but differ 
from the latter in the solubility of the sulphides 
in alkaline sulphides, with formation of soluble 
thio-salts. 

The metals of this group may be conveniently 
divided into two divisions: arsenic, antimony, 
and tin comprising the first, and gold and plat- 
inum the second. Those of the first division 
form oxides, stable at a high temperature, while 
those of the second are characterized by the easy 
reduction to metal of all their compounds. The 
sulphides of gold and platinum are insoluble in 
either boiling hydrochloric or nitric acids, which 
is a distinction from the sulphides of arsenic, 
M^imony, and tin. 

\"hic «rlfs. — These salts of the sixth group are 
-i! s<. » • h importance that it will be best to try 
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and get a clear conception of their character 
before proceeding any further. 

Tin, antimony, and arsenic form two series of 
oxides ; viz., stannous (SnO), stannic (Sn0 2 ), 
antimonious (Sl>A)> antimonic (Sb 2 5 ), arsenious 
(As 4 O t5 ), and arsenic (AsX> 5 ). These oxides act 
as the anhydrides of corresponding acids, e.g 9 
arsenious acid, II 3 As0 3 (As 4 6 + 6H 2 = 
4H 3 As0 3 ), arsenic acid, II 3 As0 4 (As 2 6 + 3H 2 
= 2H 3 As0 4 ). Stannous oxide generally acts as a 
base, but. in a few compounds it plays the part of 
a weak acid corresponding .to H 2 Sn0 2 . Stannic 
oxide is more distinctly acid in its properties, and 
much more stable, and forms the acid H 2 Sn0 8 . 
The two oxides of antimony act in much the 
same way as tin, only the acid characteristics are 
more decided. 

There is a corresponding series of sulphides, 
viz., SnS, SnSo, Sb 2 S 3 , Sb 2 S 5 , As^, As 2 S 5 . 

These sulphides, particularly the higher ones, 
correspond in many ways with the anhydrides of 
the acids just spoken of, combining with other 
sulphides to form salts, in the same way that the 
oxides do ; e.g., 

3K 2 + As A = 2K 3 As0 4 . 
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Now suppose the oxygen in this equation to be 
replaced by sulphur, and we get the equation 

3K.,S-[-As.,S 5 = 2K 3 AsS 4 (potassium thio-arsenate). 

Antimony sulphide forms a similar compound, 
(NlI 4 ) 3 SbS4 , corresponding to ortho-antimouic 

acid (H 8 S1>0,). 

Stannic oxide combines with oxides of the 
metals to form stannates, such as 

K 2 + SnO, = K,Sn0 3 . 

If we treat this equation as we did the previous 
one and replace all the oxygen with sulphur, we 
have 

K 2 S + SnS a = K 8 SnS 3 (potassium tliio-stannate). 

It is evident from this comparison that the 
thio-salts correspond to the oxygen compounds, 
sulphur replacing oxygen atom for atom. Many 
of the thio-salts are much more complex than the 
examples given, and correspond to the meta- and 
pyro-salts of the oxygen acids, e.</., Na 4 Aa 2 S 7 
(sodium pyro-thio-arsenate), corresponding to 
Na 4 As 2 7 . 
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TIN (Sn). At. wt. 119; sp. gr. 7.3. 

Tin is a white, lustrous, and malleable metal, 
fusing at 235° C. Fused in the air, it is rapidly 
changed to oxide, forming a white powder used 
for polishing, under the name of putty powder. 
Its best solvent is hot strong hydrochloric acid, 
in which it dissolves to stannous chloride (SnCl*) 
(a). Aqua regia or chlorine dissolves it readily, 
forming stannic chloride (SnCl 4 ) (£). With 
nitric acid the action varies according to the 
strength of acid. Strong acid yields metastannic 
acid (H 10 Sn 5 O 15 ), insoluble in acids and in water 
(r) ; dilute acid gives either stannous nitrate 
(Sn(N0 3 ) 2 ), stannic nitrate (Sn(N0 8 ) 4 ), or a 
mixture of the two, depending on temperature 
and strength of the acid. 

In dilute sulphuric acid it is .very slowly 
soluble, but dissolves in concentrated acid to 
stannic sulphate. 

(a) Sn + 2HC1 = SnCl 2 + 5 ; 
(J) Sn + 2CL, = SnCl 4 ; 

(c) 15Sn+20HNO 3 +5H,O=3H 10 Sn 5 O J5 + 20NO. 
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Tin is a constituent of many important alloys, 
as bronze, solder, etc. ; and it is also largely used 
in the manufacture of tin-plates, which are iron 
plates coated with tin. 

Tin forms two oxides, stannous (SnO) and 
stannic (Sn0 2 ), and corresponding salts. 

Stannous /Salts. — Stannous salts oxidize very 
easily to stannic, and consequently are Strang 
reducing agents. On exposure to air, stannous 
chloride, for example, oxidizes to stannic oxy- 
chloride (SnXKX). Chlorine or strong nitric 
acid easily effects its oxidation. 

Many other substances, as ferric salts, mercury 
salts, etc., act in the same way : 

SnCl 2 + Fe,Cl 6 = 2FeCl 2 + SnCl 4 . 

Reactions with mercury and bismuth salts 
have already been given. 

Stannous Hydroxide (Su(OIiy>). — The alka- 
line hydrates and carbonates give with solu- 
tions of stannous salts a white precipitate of 
stannous hydrate. 

The precipitate is soluble in excess of sodium 
or potassium hydrate and in acids. 

SnCl, + 2KOII = 8n(OII\, + 2KC1 ; 
«.K OTI), + 2K011 = KoSnO, + 2ILO. 



TIN. 147 

Stannous Sulphide (SnS). — Stannous salts 
yield with H 2 S a brown precipitate of stannous 
sulphide (tf), insoluble in dilute acids and in 
colorless ammonium sulphide and in ammonium 
carbonate. 

It is soluble in potassium or sodium hydrates 
and, as already explained, in alkaline polysul- 
phides, with formation of a thio-stannate of the 
alkali (&). 

From its solution in alkali or alkaline sulphide 
it is reprecipitated by acids (<?). 

Stannous sulphide is soluble in hot strong 
hydrochloric acid, with evolution of H 2 S (d). 

Concentrated nitric acid converts it into meta- 
stannic acid : 

O) SnCl, + ILS = SnS + 2HC1 ; 

(h) SnS + (NII 4 ) A = (NH 4 ),SnS 8 ; 

(c) (NII 4 ),SnS 3 + 2HC1 = SnS 2 + H^S + 2NH 4 C1 ; 

(//) SnS + 2IIC1 = SnCU + gs. 

Reducing Action. — The reducing action of 
stannous salts gives us several valuable qualita- 
tive reactions for tin, when it is present in the 
stannous condition. It must be remembered, 
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* 

however, that, since these reactions depend on 

the stannous salt reducing the reagent added, the 

result is not conclusive, unless we know that no 

other reducing agent is present. 

The reactions between stannous and mercury 

salts have already been given under the head of 

Mercury. Of course, when used as a test for tin 

we simply reverse the method of procedure, and 

add a solution of a mercury salt (preferably mer- 
curic chloride) to the solution we wish to test, 

remembering that if the mercury salt is added in 
excess we get only a reduction to mercurous chlo- 
ride, a white precipitate : 

SnCl 2 + 2HgCl 2 = Hg 2 Cl 2 + SnCl 4 . 

< — , — / 

Another very delicate test is made by adding 
to a dilute solution of ferric chloride and potas- 
sium ferricyanide a solution containing stannous 
salt. A blue precipitate of ferrous ferricyanide 
is at once formed, owing to the stannous salt 
reducing the ferric salt, which is then precipitated 
by the ferricyanide : 

(a) 3Fe,>Cl 6 + 3SnCL = 6FeCL + 3SnCl 4 ; 
b \ kFpOL + 3SnCl 4 + 2K 6 (FeCy 6 ) 2 

= 2Fe 3 (FeCy 6 ) 2 + 12KC1 + 3SnCl 4 . 
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The reaction with bismuth salts might also be 
made use of as a test for tin (see Bismuth). 

The reduction of tin to the metallic state will 
be spoken of under the head of Stannic Salts. 

STANNIC SALTS. 

Stannic oxide forms two hydrates, stannic 
acid (H 8 Sn0 8 ) and metastannic acid (H 10 Sn 5 O, 6 ) ; 
these hydrates unite with both bases and acids 
to form salts. Stannic acid is soluble in acid, 
forming salts, such as stannic chloride (SnCl 4 ), 
and in sodium or potassium hydrates, yielding 
stannates, as Na>Sn0 8 . 

Metastannic acid is insoluble in acids, and is 
difficultly soluble in sodium or potassium hy- 
drates. If it is boiled with strong hydrochloric 
acid, no apparent action takes place ; but if the 
acid be poured off, and water added to the resi- 
due, it goes into solution as metastannic chloride. 

In order to prepare stannic chloride free from 
the metastannate, metallic tin should be dissolved 
in strong hydrochloric acid, and some potassium 
chlorate then added, and the solution boiled 
again, so as to oxidize the stannous chloride first 
formed to stannic chloride. Solutions of stannic 
salt change on standing to metastannate, the 
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action being rapid in hot solutions, and slow in 
cold. 

Solutions of the alkalies and alkaline carbonates 
precipitate both stannic and metastaunic salts as 
stannic or metastannic acid. The former is soluble 
in the fixed alkalies, if the latter are not added 
in too great excess. It is also soluble in acid. 

SnCl 4 + 4KOH = H 2 Sn0 3 + 4KC1 + H 2 ; 
H 2 Sn0 3 + 2KOH = K^SnO, + 2ELO. 

Stannic Sulpliide {StiS^). — H,S precipitates 
stannic or metastannic solutions if they are not 
too acid, giving a precipitate of stannic sulphide 
(a), which is white at first but finally changes to 
yellow. To insure complete precipitation, the 
acid present must be very dilute. Heating gently 
helps the reaction. 

The precipitate is soluble in alkaline sulphides 
(/>), in sodium and potassium hydrates, and in 
boiling hydrochloric acid (// ), or aqua regia. From 
its solution in alkali or alkaline sulphide it is re- 
precipitated on the addition of acid (c). It is in- 
soluble in ammonia and ammonium carbonate 
'distinction from arsenic). Nitric acid changes it 
■n me+op+annic acid. 
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Tin is easily obtained iu the metallic state from 
all its solutions by the addition of zinc. The tin 
precipitates as a gray, spongy mass. 

SnCl 2 + Zn = Sn + ZnCl 2 . 

Tinstone (Sn(X), or metastannic acid, can be re- 
duced in the same way. The test is best made in 
presence of platinum. Place the tin ore, which 
should be very finely pulverized, in a test-tube, add 
a piece of platinum-foil and a few small pieces of 
zinc, then cover with strong hydrochloric acid, and 
boil. The tin will be obtained as a spongy mass. 

Tin when precipitated in contact with platinum 
does not stain the platinum black (a distinction 
from antimony). 

If a compound of tin be mixed with sodium 
carbonate or potassium cyanide, and heated on 
charcoal in the reducing-flame, before the blow- 
pipe, the tin is obtained iu lustrous, malleable 
globules. Near the test will be found a white 
coating of stannic oxide. If this be moistened 
with a drop of nitrate of cobalt and again ignited 
it gives a green color. 

ANTIMONY (Sb). At. wt 120.4; sp. gr. 6.7. 

Wjmony is a lustrous, bluish white, brittle 
■ " ■ ^'iig at 425° C. It is only very slightly 
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acted on by air at the ordinal*)' temperature ; but 
if heated to redness it takes fire, giving off white 
fumes of antimonious oxide. 

It is only very slightly soluble in hydrochloric 
or sulphuric acids. Nitric acid converts it either 
into antimonious oxide (Sb 4 6 ) (#), or antimonic 
anhydride (Sb.0 5 ) (7>). Chlorine or aqua regia 
dissolves it, forming antimonious chloride (SbCl 3 ). 
If dissolved in aqua regia the nitric acid should 
be added only a little at a time, otherwise insolu- 
ble oxides will be formed. Boiling tartaric acid 
dissolves precipitated antimony slowly (<?). 

O) 4Sb + 4HN0 3 = Sb 4 6 + 4NO + 2H 2 ; 

% — » — * 

(4) 6Sb + lOHNOj = 3Sb 2 5 + 10NO +5H.0 ; 

v , » 

(c) 2Sb+HAH 4 6 +2H,0= (SbO)AH 4 6 +3H 2 . 

Antimony forms two oxides — antimonious and 
antimonic : the first acts as a weak* base, the latter 
as an acid anhydride forming the acids II 4 Sb0 4 
(orthoantimonic), H 4 Sb.j0 7 (pyroantimonic), and 
HSb0 8 (metantimonic). 

The commonly occurring salts of antimony are 
those formed from antimonious oxide. 
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Antimonious oxide is soluble in hydrochloric, 
sulphuric, and tartaric acids, but not in nitric. 

Antimonious Hydroxide. — The alkalies and al- 
kaline carbonates give in antimonious solutions 
a white precipitate of antimonious hydroxide 
(SbO(OH)), soluble in excess of the fixed alkalies, 
and in hot sodium or potassium carbonates ; also 
soluble in acids, with the exception of nitric. Tar- 
taric acid or tartrates interfere with or prevent the 
reaction. 

Antimony Sidpliide. — H e S added to slightly 
acid solutions containing antimony, either as 
antimonious or autimonic compounds, give an 
orange-red precipitate of antimonious or anti- 
monic sulphide (a). The precipitate is easily 
soluble in the fixed alkalies and in alkaline poly- 
snlphides (#), from which solutions it is repre- 
cipitated on the addition of acids as antimonic 
sulphide (Sb 2 S 5 ) (0- 

It is soluble in hot strong hydrochloric acid, 
with evolution of ILS (d). 

In ammonia and ammonium carbonate it is 
nearly insoluble (a distinction from ai^enic). 

V) 2SbCl s + 311,8 =Sb 2 S 3 +0HCl; 
'*) SkS 3 + 3(NH 4 ) 2 S 2 = 2(NH 4 )*SbS 4 + S ; 
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(c) 2(NH 4 ) s SbS 4 + 6HC1 

= Sb s S s +6NH 4 Cl+3H53 ; 

(</) Sb& + GHC1 = 2SbCl 8 + 3l£s. 

' » ' 

Precipitation by Water. — The action of water 
on antimony solutions is very characteristic. If 
to a solution of antimonious chloride an excess 
of water be added, a white precipitate of oxychlo- 
ride will be obtained, which differs from the 
bismuth oxychloride in being soluble in tartaric 
acid. Like the bismuth precipitate, it is soluble 
in hydrochloric acid. The precipitate is best ob- 
tained in a solution not strongly acid. 

Tartaric and citric acids prevent the precipita- 
tion: 

SbCl,+ H 2 = SbOCl + 2HCL 

» — « — * 

Metallic Antimony. — In solutions free from 
nitric acid zinc precipitates metallic antimony in 
the form of a black powder. If the precipitation 
be made in a platinum capsule, the antimony pre- 
cipitates on the platinum as a black or brownish- 
black adherent coating, very slightly soluble in 
hydrochloric acid (a distinction from arsenic and 
tin). 
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Arsenic is insoluble in hydrochloric and dilute 
sulphuric acids. Hot concentrated sulphuric acid 
converts it into arsenious acid. On heating with 
nitric acid it forms either arsenious or arsenic 
oxides, depending on the strength of the acid. 
Its best solvent is aqua regia or chlorine, in which 
it easily dissolves as arsenic acid (H 8 As0 4 ) : 

2 As + 5CL> + 8H 2 = 2H 3 As0 4 + 10HC1. 

Arsenious Oxide (As 4 6 ). — This oxide is either 
crystalline or amorphous, and when heated easily 
volatilizes. It is only slightly soluble in cold 
water, but dissolves more readily in hot. Hydro- 
chloric acid and the alkalies dissolve it without 
difficulty. If the hydrochloric acid solution be 
evaporated, arsenious chloride volatilizes. 

Arsenious acid is a very weak acid. Its only 
soluble salts are those of the alkalies. All of the 

insoluble arsenites are dissolved or < 3 posed 

by hydrochloric acid. 

Arsenious Sulphide (AsJS^). — H*. 
aqueous solutions of arsenious acid o* 
senites gives no precipitate, the arsenious 
produced assuming the colloidal form ; bt 
solution be made acid with a strong a 
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Silver Artenite (A*j z A*O z ). — If silver nitrate 
be added to a solution of an arsenite, it produces 
a yellow precipitate of silver arsenite. In aque- 
ous solutions of arsenious acid no precipitate is 
formed ; but if dilute ammonia be carefully 
added, the precipitate forms at once. 

The precipitate is very easily soluble in nitric 
acid and in ammonia, and is somewhat soluble in 
ammonium nitrate : 

K 3 As0 3 + SAgXO, = Ag,A80 s + 8KXO» 

* » ' 

Cupric Arsenite (CuHAsO^). — Cupric sul- 
phate added to a solution of an arsenite produces 
a yellowish-green precipitate of arsenite, easily 
soluble in acids and alkalies : 

K 8 AsO, + CuS0 4 + ILO 

= CuHAsO, + K a S0 4 + KOH. 

> , . 

If the solution containing the arsenite be made 
strongly alkaline with potassium hydrate, and 
tlM'ii only a few drops of a weak solution of 
cupric sulphate be added, and the solution boiled, 
a red pr<»"ip' f Hte of -'"mms oxide is obtained: 

- VwJL) + K,As0 4 + 2K,SG 4 + 2ILO. 
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This test is not conclusive for arsenic, since 
grape-sugar and other organic substances give the 
same precipitate. It is, however, valuable as a 
confirmatory test and as a means of distinguish- 
ing between arsenious and arsenic acid. As the 
reaction depends on the oxidation of the arsenite 
to arsenate, it is evident that the latter could not 
give the reaction. 

ARSENIC OXIDE. 

Arsenic oxide is a white amorphous solid, fus- 
ing at a red heat, and at higher temperatures it 
volatilizes as arsenious oxide and oxygen. It is 
slowly soluble in cold water, more easily in hot, 
going into solution as orthoarsenic acid (H 8 As0 4 ). 

Arsenic acid is very similar in many ways to 
phosphoric acid. Like the latter it forms pyro 
and meta acids, and the solubility of its salts is 
much the same. The only arsenates soluble in 
water are those of the alkalies. Arsenic acid, like 
arsenious, is a poison. 

Arsenic Sulphide. — HJS does not precipitate 
neutral or alkaline solutions of arsenates, and in 
acid solutions no precipitate is formed at first, 
but after long standing one is slowly formed, 
consisting of a mixture of arsenic and arsen- 
ious sulphides and sulphur. If the solution be 



162 ARSENIC. 

moderately acid, and heated to 70° C, and a strong 
current of H 2 S be passed into it, the precipitate 
will be principally arsenic sulphide. 

When admissible arsenates can be very readily 
precipitated as sulphide, by first reducing the 
arsenate to arsenite by adding sulphurous acid (a), 
or, what is equivalent, a sulphite to an acid solu- 
tion (#), warming, and then precipitating with 
H 2 S. 

(a) K 3 As0 4 + S0 2 + H 2 = K 3 As0 3 + H 2 S0 4 ; 

(J) Na 2 S0 8 + 2HC1 = S0 2 + 2NaCl + H 2 

It is seen from (a) that sulphuric acid is pro- 
duced by the reduction of the arsenate, conse- 
quently in any solution containing metals forming 
insoluble sulphates, this method could not be used 
to advantage. The solubilities of arsenic sulphide 
are analogous to those of arsenious sulphide al- 
ready given. 

Silvei* Arsenate (Ag 3 As0 4 ). — Silver nitrate 
added to solutions of arsenic acid or arsenates 
gives a reddish brown precipitate of arsenate. The 
precipitate is easily soluble in nitric acid and am- 
monia, and also somewhat soluble in ammonium 
nitrate. 
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Magnesium Ammonium Arsenate. — If to a 
solution of arsenic acid or an arsenate soluble in 
water a mixture of magnesium sulphate, am- 
monium chloride, and excess of ammonia (known 
as magnesium mixture) be added, a white crys- 
talline precipitate of magnesium ammonium ar- 
senate is obtained. It is easily soluble in acids. 
If a small portion of the washed precipitate be 
placed on a watch-glass and dissolved in a drop 
of dilute nitric acid, silver nitrate added, and 
the solution obtained neutralized veiy cautiously 
with ammonia, the characteristic red arsenate of 
silver is precipitated : 

K 3 As0 4 + MgCL,,NH 4 Cl + NH 4 OH 

= MgNH 4 As0 4 + 3KC1 + NH 4 OII. 

Hydrogen Arsenide (AsH^. — If a solution of 
arsenious or arsenic acid or any of their com- 
pounds (except sulphides) be treated with zinc 
and dilute sulphuric or hydrochloric acids in the 
same manner as given for antimony, gaseous 
hydrogen arsenide will be formed (a), which can 
be ignited in the same way as the antimony 
compound, giving the flame a bluish tint, and 
white fumes of arsenious oxide are formed (£). 
If a piece of cold porcelain be held in the flame, 



164 ARSENIC. 

a brownish-black stain of solid hydrogen ar- 
senide, having a decided lustre, is obtained. 
The deposit, unlike that of antimony, is soluble 
in sodium hypochlorite (e). When arsenic and 
antimony are present together, the use of sodium 
hypochlorite as a means of separation is not reli- 
able. A better plan is to add a drop or two of 
ammonium sulphide to the black stain obtained, 
evaporate at a gentle heat, and then place the 
piece of porcelain with the stain, now changed to 
sulphide, downward, over a small beaker containing 
fuming hydrochloric acid. If antimony only is 
present, the orange-colored residue disappears, vol- 
atilizing as chloride ; but if arsenic be present, the 
yellow arsenious sulphide remains (Anderson). 

If hydrogen arsenide be passed into a solution 
of silver nitrate, a black precipitate of metallic 
silver is formed, and the arsenic goes into solu- 
tion as arsenious oxide (d). After filtering out 
the silver, the arsenic may be precipitated in the 
filtrate as silver arseuite, by adding a few drops 
of silver nitrate, and then neutralizing very care- 
fully with dilute ammonia (e). 

a) H 3 As0 8 + 3Zn + 6HC1 

= AsH 3 + 3ZnCl 8 + 3H 8 0; 
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(b) 4AsH s + 60 2 = As 4 6 + 6H 8 ; 

(c) 2AsII 3 (solid hydride, or stain) + SNaCIO 

= 2H,As0 4 + 8NaCl ; 

(d) AsH 3 + 6 AgNO s + 3H 2 

= H 8 AsO s + 6Ag + 6HNO, ; 

(«) IIjAsO, + 6HNO3 + 3AgN0 8 + 9NH 4 OH 

= Ag 8 As0 8 + 9NH 4 N0 8 + 9H s O 

Reduction to Metallic Arsenic. — If arsenites, 
arsenates, or the sulphides are fused with a mix- 
ture of three parts of sodium carbonate and one 
of potassium cyanide, the arsenic is reduced to 
the metallic form. The test is made in a glass 
tube blown into a small bulb at one end, the mix- 
ture is introduced into the bulb and heated, the 
reduced arsenic volatilizes, and condenses as a 
dark mirror in the upper part of the tube. 

If any compound of arsenic be mixed with 
sodium carbonate, and fused on charcoal in the 
reducing-flame of the blowpipe, the highly charac- 
teristic garlic odor will be observed. 

GOLD (Au). At. wt 197.2 ; sp. gr. X9.3. 

Gold is a yellow metal, very lustrous, soft, and 
exceedingly malleable. Precipitated from solu- 
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tion it varies in color from brown to nearly black. 
It fuses only at a high temperature (about 
1035° C), and does not oxidize upon ignition in 
the air. 

It is insoluble in any of the acids alone, but 
dissolves easily in aqua regia or any solution con- 
taining chlorine, yielding a solution of auric chlo- 
ride (AuGl 3 ). Solutions containing free bromine 
or iodine also dissolve it. 

The alkaline cyanides in presence of air or oxy- 
gen dissolve gold, and although the action is slow, 
it is of great commercial importance, a very large 
amount of gold being obtained from its ores 
by leaching them with a solution of potassium 
cyanide : 

4Au + 8KCy + 2 + 211*0 = 4KAuCy 2 + 4KOH. 

It is not attacked by fusion with acid potas- 
sium sulphate (a distinction from almost all of 
the metals). 

Gold is found very widely distributed in 

nature, although as a rule in very small quantities. 

(t is almost always found in the metallic state 

■ 'loved with more or less silver. Iron and copper 

•rit^p -if ten contain it, and it is a disputed point 
. 4 . w ^Iipv fhe gold is there present as a sul- 
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phide or in the metallic state. Tellurium com- 
bines with gold to form a telluride. Gold forms 
a considerable number of double salts, as KAuCl 4 , 
K AuCyjj , etc. 

Strong ignition decomposes all gold salts, leav- 
ing a residue containing metallic gold. 

Oxides. — There are two oxides of gold, aurous, 
Au 2 0, and auric, Au 2 8 , and two corresponding 
series of salts. 

Both of the oxides are dark brown or black, 
and decompose on ignition into metal and oxygen. 
They dissolve readily in hydrochloric acid, but 
not in sulphuric or nitric. Aurous chloride is 
decomposed by water into auric chloride and 
metallic gold. 

Auric chloride is soluble in water, giving a 
reddish-brown color in concentrated solutions and 
yellow in dilute, the color being visible even 
when greatly diluted. 

Action of the Alkalies. — Potassium hydrate in 
very concentrated solution gives a brown precipi- 
tate that dissolves in excess of the reagent, form- 
ing potassium aurate, KgAu 2 4 . 

Ammonia gives in concentrated solutions a 
reddish-yellow precipitate of auric oxide combined 
with NH 3 , called " fulminating gold. 
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Auric oxide is most readily obtained by pre- 
cipitating with magnesia (MgO) or its hydro- 
xide. 

Gold Sulphide. — H 2 S in neutral or acid solu- 
tions gives a brownish-black precipitate which is 
said to be Au^S* when precipitated from cold 
solutions, and a mixture of the same with metallic 
gold and sulphur if the solution is hot. The 
precipitate is insoluble in hydrochloric and nitric 
acids even on heating, but is soluble in aqua regia 
(CI). It is also soluble in the alkaline sulphides, 
particularly on heating; at least that portion 
which is present as sulphide is dissolved. 

Ammonium sulphide also precipitates gold as 
Au^, soluble in an excess of the reagent. 

Reduction to the Metallic State. — Gold is easily 
reduced to the metallic state from its solutions by 
many different reagents, among the most impor- 
tant being ferrous and stannous salts, oxalic acid, 
sulphurous acid (in hot solution), and the metals, 
particularly zinc. 

Action of Ferrous Stilts. — Ferrous salts when 

added to solutions containing gold as chloride or 

bromide give a dark-brown precipitate of me- 

'■«ill'« gold. The solution containing the sus- 

.. t. t i — *ci| "tnte has a characteristic blue-black 
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color, especially if the original solution was veiy 
dilute. 

2AuCl 3 + 6FeS0 4 = 2Au + 2Fe 2 (S0 4 ) 3 + Fe 2 Cl ti . 

Oxalic Acid, when added to a solution of the 
chloride or bromide, which must be free from 
nitric acid, and contain little or no hydrochloric, 
gives on warming the solution a precipitate of 
metallic gold which separates in flakes or is de- 
posited as a mirror on the sides of the vessel. 

2 AuCl 3 4- 3H 2 C A = 2 Au + 6C0 2 + 6HC1. 

Stannous Chloride containing a little stannic 
salt gives in dilute acid or neutral solutions of 
gold a brown or purple precipitate (" purple of 
Cassius"). 

Potassium nitrite also precipitates gold in the 
metallic state, even from very dilute solutions. 

Metallic Zinc is a very valuable precipitant for 
gold, precipitating it not only from acid solutions, 
but also from its solution in cyanides : 

2KAuCy 2 + Zn = 2Au + 2KCy,ZnCy 2 . 

* — . — * 

Mercvry. — Gold dissolves readily in mercury, 
forming an amalgam from which the gold can be 
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easily regained by ignition, the mercury vola- 
tilizing. 

This is the basis of the well-known amalgamation 
process for the extraction of gold from its ores. 

PLATINUM (Pt). At. wt. 194.9; sp. gr. 21.5. 

Platinum when compact is of a steel-gray color, 
is exceedingly malleable and ductile, and very 
infusible. Precipitated platinum is black. Its 
fusing-point is about 1775° C. ; ignition in the air 
does not alter it. Like gold, it is insoluble in any 
one of the acids, and also when fused with acid 
potassium sulphate. 

It is soluble in aqua regia or chlorine, the 
solution consisting of hydrochloroplatinic acid 
(H,PtCl 6 ). 

The alkaline nitrates and their hydroxides with 
access of air oxidize platinum at a red heat. For 
this reason fusion with the alkaline hydrates must 
never be made in platinum vessels. Platinum 
very readily forms alloys with metals, particularly 
with easily reducible ones. 

Platinum forms two oxides — platinous (PtO) 

and platinic (PtO,). Platinic hydroxide(Pt(OII) 4 ) 

is easily soluble in dilute acids and in sodium 

■ ydroxide. All of its salts are decomposed on 
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ignition, yielding a residue of metal. Platinic 
chloride at a low red heat is converted into plat- 
inous chloride, and this at a higher temperature 
gives metallic platinum. Cuprous chloride also 
reduces platinic chloride or potassium platini- 
chloride to the platinous salt. 

Platinic Sulphide (PtS 2 ). — ELS in cold acid or 
neutral solutions precipitates the sulphide slowly 
and incompletely, and only after the solution has 
been kept saturated with the gas for a long time. 
In hot solutions the precipitate forms much more 
rapidly. 

Platinic sulphide is insoluble in all acids when 
used alone, but is soluble in aqua regia or chlorine. 
The alkaline polysulphides in large excess and with 
the aid of heat dissolve it, but only very slowly. 
From these solutions it is reprefcipitated by acids. 

Precipitation by Potassium or Ammonium 
Salts. — Neutral or slightly acid solutions . of 
platinic chloride if not too dilute are precipitated 
by potassium or ammonium chloride as yelloyv 
crystalline precipitates of potassium or ammonium 
platinichlorides (K 2 PtCl 6 or (NII 4 ) 2 PtCl 6 ). 

With dilute solutions it is necessaiy to evap- 
orate on the water-bath almost to diyness and 
treat the residue with dilute alcohol. 
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The potassium precipitate on ignition is de- 
composed, yielding a residue of metallic platinum 
and potassium. chloride. The ammonia salt leaves 
only metallic platinum. 

Reducing Agents. — Ferrous sulphate after long 
boiling produces a precipitate of metallic plati- 
num. 

Stannous chloride gives no precipitate, but 
changes the color of the solution to a dark red, 
due to the reduction of the platinic salt to plat- 
inous : 

PtCl, + SnCl* = PtCl 2 + SnCl 4 . 

Potassium nitrite gives no immediate precipi- 
tate, but after standing for some time a yellow 
precipitate is thrown down, K 2 Pt(N0 2 ) 4 . 

Oxalic and sulphurous acids do not precipitate 
platinum solutions even on boiling. 

Metallic zinc precipitates platinum very rapidly 
from its solutions. 

SEPARATION OF GOLD AND PLATINUM. 

These metals are very easily separated from 

Mich other by adding ammonium chloride to a 

-obition of their chlorides, evaporating on the 

! .r*>r , Wl "*»«irly to dryness, and extracting the 
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residue with alcohol, which dissolves the am- 
monium aurichloride, leaving the ammonium pla- 
tinichloride. To the alcoholic solution contain- 
ing the gold water is added, and the solution 
evaporated on the water-bath to expel the alcohol. 
The gold is then precipitated by ferrous sulphate 
or oxalic acid. 

The yellow precipitate containing the platinum 
on ignition leaves a residue of metallic platinum. 

In practical work gold and platinum are seldom 
met with except in alloys (in ores they are de- 
termined by fire -assay). From these they are 
separated by treatment with acids or fusion with 
acid potassium sulphate, which leaves the gold 
and platinum undissolved. Fusion with sodium- 
potassium carbonate and nitrate reduces gold and 
platinum compounds to the metallic state. 

After removal of the other metals by treatment 
with acids the gold and platinum are dissolved in 
aqua regia and then separated from each other, as 
already given. 

When present in solution they will, if not re- 
moved by some of the methods given, be found 
either wholly or partially with the other metals 
of the sixth group. Owing to the great difficulty 
with which platinic sulphide dissolves in ammo- 
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The potassium precipitate on ignition is de- 
composed, yielding a residue of metallic platinum 
and potassium. chloride. The ammonia salt leaves 
only metallic platinum. 

Reducing Agents.—- Ferrous sulphate after long 
boiling produces a precipitate of metallic plati- 
num. 

Stannous chloride gives no precipitate, but 
changes the color of the solution to a dark red, 
due to the reduction of the platinic salt to plat- 
inous : 

PtCl, + SnCl 2 = PtCL, + SnCl<. 

Potassium nitrite gives uo immediate 
tate, but after standing for some time a : 
precipitate is thrown down, K s Pt(NO„) 4 . 

Oxalic and sulphurous acids do not pred 
platinum solutions even on boiling. 

Metallic zinc precipitates platinum very I 
from its solutions, 

SEPARATION 

These metals are 
each other by adding 
solution of their chl 
water-bath nearly to dryni 
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the r^'An". 'A %uwMn>: vulpbid*; l«rft after dis- 
#*VA%i% th'r fifth-jrroup sulphides in nitric acid, as 
it i* Uw/*ubU? iu nitric acid when precipitated 
from hot vAniiots*. 

It* pre^ncc umy be determiner] in thb residue 
by drying the mixture of the two sulphides and 
beating them in a glass tube closed at one end. 
The mercuric sulphide volatilizes, leaving the pla- 
tinic sulphide or metal, which may be dissolved 
in a/jua regia and tested for platinum. 

(iold also may lie found in the residue with the 
mercuric sulphide, as it does not always dissolve 
completely in the ammonium sulphide, and is in- 
soluble in nitric acid. 

If present, it will bo left with the platinum on 
treating the residue in the glass tube, and with 
that will be found in the aqua regia solution. 

The gold and platinum sulphides that are dis- 
solved by (he ammonium sulphide will, if the 
Marsh apparatus is used, be found in the metallic 
stale iu the generator, and after removal of the 
y.ineand tin by hydrochloric acid may be dissolved 
in aqua regia and tested for as already explained. 
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4),SbS 4 + (NH 4 ),SnS, + (NH^S,. 
HC1 ; filter and wash. (Note 12.) 



Filtrate 12. 
NH 4 C1. Reject. 



ih with UC1 + KC10.. Boil out all free CI, and filter. (Nolo* 18 
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it. 15 from AgNO*. 
Ag + Ag,8b. 

th HC1 + H,C4H 4 0. (16), 
Pass H 9 S through the solu- 
o range ppt. shows Sb»S» 
roves 8b. (Note 17.) 



R&idtutintk* Qtn m rmt mr . 

6n + 8b + Zn. 

Rtase out into a porcelain dish, 
thoroughly, and boil with cone HCL 
Filter and wash. (Noteia) 



tb (18): 8nCl a + ZnCl,. 

excess of acid, and add sol. 
White ppt. (turning dark) 
,Cla (29), and proves Sn. 



RssrmJK (18)— (8b). 

Dissolve in aqua regit, and bofl oat 
excess of add. Paat HtS Into solu* 
tion. Orange ppt showa Sb*8s, and 
proves 8b. (Note 19. ) 
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nium, a portion of it at least will be found with 
the residue of mercuric sulphide left after dis- 
solving the fifth-group sulphides in nitric acid, as 
it is insoluble in nitric acid when precipitated 
from hot solutions. 

Its presence may be determined in this residue 
by drying the mixture of the two sulphides and 
heating them in a glass tube closed at one end. 
The mercuric sulphide volatilizes, leaving the pla- 
tinic sulphide or metal, which may be dissolved 
in aqua regia and tested for platinum. 

Gold also may be found in the residue with the 
mercuric sulphide, as it does not always dissolve 
completely in the ammonium sulphide, and is in- 
soluble in nitric acid. 

If present, it will be left with the platinum on 
treating the residue in the glass tube, and with 
that will be found in the aqua regia solution. 

The gold and platinum sulphides that are dis- 
solved by the ammonium sulphide will, if the 
Marsh apparatus is used, be found in the metallic 
state in the generator, and after removal of the 
zinc and tin by hydrochloric acid may be dissolved 
in aqua lvgia and tested for as already explained. 



Wash on the 

(Note 2.) 



FlLTRA' 

Add dil. H 
Pb80 4 , proves 



He 
NHgtCl, NH 

Dissolve in aq 
excess of acid, i 
SdCU. A whi 
shows Hg a Cl 9 , 
(Note 5.) 



NOTES TO SCHEME V. 

Note 1. — The addition of hydrochloric acid 
should be made with care, for it is very impor- 
tant that the filtrate be acid, yet a large excess of 
acid is not admissible, since it prevents the com- 
plete precipitation of the metals by H 2 S. It 
must also be remembered that bismuth and anti- 
mony salts may be precipitated on the addition 
of hydrochloric acid, and that a moderate excess 
of dilute acid is necessary to dissolve them. If 
on washing the precipitate the washings come 
through turbid, add a few drops of HC1 to the 
wash-water. 

If the original solution before the addition of 
the HC1 has an alkaline reaction, it should be re- 
membered that on adding acid to such a solution 
we may obtain a precipitate of any of those metals 
whose hydroxides are soluble in alkali. The pre- 
cipitate in this case, however, will redissolve on 
the further addition of acid (except lead). In 
the case of metals of the sixth group dissolved 
in alkalies or alkaline sulphides the precipitate is 
insoluble in moderate excess of acid, and it usu- 
ally shows a characteristic color. If the original 

175 
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solution is alkaline, and hydrochloric acid gives I 
colored precipitate, insoluble in an excess of 
dilute acid, the precipitate should be filtered 
and after washing, digested with (NH^)^, 
dissolve any of the sixth group metals, which 
are to be tested for in the usual way in 1 
filtrate. The residue insoluble in the (NB^)^ 
is dissolved in hot dilute nitric acid and again 
tested with hydrochloric acid. 

Note 2. — It is important that all the lead chlo- 
ride should be washed out before testing for t 
silver and mercury, as it interferes with the latter 
tests. 

Note 3. — Add the ammonia in small portions 
at a time, otherwise much of the silver may he 
left in the residue, owing to a reaction between 
the metallic mercury formed by the action of 
ammonia on mercurous chloride and the silver 
chloride whereby metallic silver is precipitated : 

2Hg + 2 AgCl = 2 Ag + HgA, 

Note 4. — The object in boiling out the excess 
of ammonia is to avoid the formation of much 
ammonium nitrate, since this salt has some solvent 
action on silver chloride. 

Note 5. — Dissolve this residue in as little aqua 



NOTES TO SCHEME V. 177 

regia as possible, then evaporate carefully until 
all free chlorine is expelled, dilute with a little 
water, and if there is any residue, filter, and test 
the residue (probably AgCl) for silver. The 
filtrate is tested for mercury with a few drops of 
stannous chloride (SnCLj). 

Note 6. — As stated in Note 1, it is very impor- 
tant that the solution to be precipitated by H a S 
should have a proper quantity of free acid (best 
1IC1) : if there is not enough present, there is 
danger of zinc precipitating ; and if the solution 
is too acid, the metals of the fifth and sixth 
groups are not completely thrown down. It is 
always a simple matter to determine roughly the 
quantity of free acid in this solution, by taking a 
little in a test-tube, and adding solution of sodium 
carbonate until a permanent precipitate is formed. 
The amount of sodium carbonate used of course 
indicates the quantity of free acid. When a solu- 
tion is found to be strongly acid, it is, as a rule, 
the best plan to evaporate to small bulk, and then 
dilute with water. In case bismuth or antimony 
were present, the addition of water may cause a 
precipitate; but this can be disregarded, as the 
H 2 S will convert it all into sulphide. 

Instead of removing the excess of acid by evap- 
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•ir-'l ;»/;• n :-n**#r;it*- •.!*}] T:.- j;^, Th*r water is 

i.|'|i«| ( N, ;./, 'JiJrjt^ rli<r fr*-»- a«-M piv*t-nt that it 

- ill n«*t. j/f<rv<-fit. tl«<- :oifj]f]"t«; precipitation of the 

p. .:. ! * ;ii. i-nlifl"-*li--- Of ronix*, if any precipitate 
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is obtained by these tests, then the whole of the 
filtrate must be treated in the same way. 

Whichever way the filtrate is tested, it should 
always be heated to 60° or 70° C. for some time, 
in order to precipitate any arsenic acid that may 
be present. 

Note 7. — The treatment of the sulphides with 
(NII 4 ) a S, is best made by removing the precipi- 
tate from the filter-paper, placing it in a small 
beaker, adding sufficient of the ammonium sul- 
phide to completely cover the precipitate, warm- 
ing for a few minutes, filtering by decantation, 
and repeating the treatment of the residue two or 
three times with small quantities of the (NH^^S,. 

The final residue must be washed very thor- 
oughly with water containing a few drops of 
ammonium sulphide, so as to wash out all chlo- 
rides; otherwise the subsequent treatment with 
nitric acid would form aqua regia, and dissolve 
the mercuric sulphide. 

Note 8. — The residue at this point is not 
always black, even when mercury is present, 
since the mercuric sulphide is sometimes changed 
by the boiling with nitric acid to the light-colored 
compound 2lIgS,IIg(N0 3 ) 3 . This is tested in 
the same way as the black sulphide, by dissolving 
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h w>"sA b* r*iz:Axzy*:T*A ~*lx. this nsdue some- 
Or.v* 'y/fjtAirj# !wJ a 5 * •r.LpLa'te. parneularlv if the 
n\\rv: nr\<\ <i*A was stronxr. The best wav to test 
for it i* on charcoal with the blowpipe, Tin in 
Of* forru of f/j^^tafttanriic acid is also sometimes 
found fjcnr, owing to the treatment of the sulphides 
with (Sllt)fi x having been incomplete. 

SmEif. — Kvaporate the solution carefully, al- 
most to dryiwHH, so as to expel the excess of nitric 
acid, then Ixjfore adding sulphuric acid to the 
whole of it, test a small portion by adding a con- 
m'deraMe excess of dilute sulphuric acid, allow to 
stand a few minutes, and if a precipitate forms, 
add the acid to the remainder of the solution. If 
no precipitate forms in the first test, do not add 
any acid to the rest of the solution, but proceed 
to test for hismuth with ammonia. 

It is advisable to test a few drops of the con- 
centrated solution for silver by diluting with water 
mid adding hydrochloric acid. 

Non«: 10. Success in making this test depends 
n ha\ im' very little free hydrochloric acid and a 

*o excess of water. 

Vnnih-»r iT* v l vav to make the tost is to dis- 
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solve the precipitate on the filter paper in a little 
dilute hydrochloric acid, allowing the solution to 
run through into a small porcelain dish, evaporate 
until only a drop or two of liquid remains, and 
pour this into a large test tube full of water. 

The fact of a precipitate forming on the addi- 
tion of ammonia in excess is not proof of the 
presence of bismuth, for if lead or mercury had 
not been completely removed from the solution 
they would be precipitated by that reagent. 

Note 11. — If copper is not present, as shown 
by the test with ferrocyanide, do not add potassium 
cyanide to the remainder of the solution, but make 
it slightly acid with dilute hydrochloric acid, and 
pass in H 2 S gas to precipitate the cadmium. 

If the precipitate for cadmium be dark colored, 
it is best to confirm it on charcoal with the blow- 
pipe. (See Cadmium.) 

Note 12. — Add only enough acid to make solu- 
tion slightly acid. An excess of acid might dis- 
solve sulphide of tin. 

Note 13. — Place the sulphides in a small porce- 
lain dish, add enough concentrated hydrochloric 
to cover the precipitate, and heat to boiling, 
adding from time to time a small crystal of potas- 
sium chlorate. If antimony or tin sulphides 
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only are present, thev will dissolve in the hot 
hydrochloric alone. s*» i: is always well to boil 
a few moments before ad ling any chlorate, for 
if everything dissolves (exempt a little sulphur) 
no arsenic can be present, and no farther test 
for it is necessarv. 

Continue heating until everything except the 
separate 1 sulphur has dissolved, and all free chlo- 
rine has been expelled. 

Note 14. — The reagents used in this test should 
always be tested for arsenic and antimony, as 
these are impurities frequently met with in hy- 
drochloric and sulphuric acids and in zinc. The 
surest way to test their purity is to put some of 
the zinc and acid in a Marsh apparatus^ and test 
the evolved gas for arsenic and antimony by the 
mirror test on cold porcelain. (See Arsenic and 
Antimony.) 

The solution supposed to contain arsenic and 
antimony should always be added in small quan- 
tities at a time, otherwise the reaction may be- 
come so violent as to spoil the test. 

Note 15. — The silver nitrate is added so as to 
nake sure, of some being present, since that added 
fi tin* first place to the solution may have been 

1 p»— ri| 'tated by the arsenic and antimony. 
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Very dilute ammonia should be used, and it is 
best to add it so that it forms a layer over the 
silver solution. This may be done by pouring it 
very carefully down the side of the test-tube. 
At the junction of the two liquids a yellow ring 
of silver arsenite will be formed if arsenic be 
present. 

Note 16. — A small amount of an orange-col- 
ored precipitate is sometimes obtained here, due 
to the presence of a little antimony in the solu- 
tion. 

Note 17. — When possible, rinse precipitate off 
the filter into a test-tube with a little water, add 
a small piece of tartaric acid, and boil. Then 
add a few drops of hydrochloric acid and filter. 

If the precipitate given by H 2 S is not the 
proper color (orange), it may be easily tested for 
antimony by dissolving it in a few drops of boil- 
ing concentrated hyrochloric, and placing the solu- 
tion in a platinum capsule with a piece of zinc, 
when, if antimony is present, the characteristic 
black stain will make its appearance. 

Note 18. — The tin in this residue is generally 
in the form of loose spongy particles, from which 
the zinc can easily be removed. Antimony, if 
present, is there as black flakes or powder. 
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It is best to remove the zinc before dissolving 
the tin. This is readily done by picking out the 
hard lumps of zinc with a pair of pincers. 

Note 19. — It is always well to test in this 
residue for antimony, if it has not already been 
found in precipitate 15. 

If the current of hydrogen in the Marsh appa- 
ratus has been weak, a large amount of the anti- 
mony is often left here in the metallic state. 

Note 20. — Another plan for separating these 
sulphides is as follows : Rinse the precipitate into 
a beaker, add a lump of ammonium carbonate, 
and warm gently for a few minutes, filter, and 
wash. 



_ Filtrate 

Residue 

fl„a A* a (NH«),As8.+(NH«),AbO«. 

^. , . , , , , Acidify with hydrochlo- 

Dissolve in hot concentrated hydro- rf c ac j ( ] f f, lter> an( j wasn# 

chloric acid. 

Place solution in platinum capsule 

with a piece of zinc. Antimony, if tw_ 

present, gives the well-known black 
stain, and the tin is found as a spongy A „ 

mass. A8 » b »- 

Remove the undissolved zinc, and TT 4 ,., ,. 44l 
boil the residue with a little strong by- ™M with a little con- 
drochloric acid. The tin dissolves as ^ntrated nitric acid until 

dissolved. 

Test a portion of the 
solution for arsenic acid 
with ammonium molyb- 
datc. 



stannous chloride, and after filtering 
may be tested with mercuric chloride. 

A further lest for antimony may l>e 
made by dissolving the residue if any, 

left by hydrochloric acid, in chlorine, im, A u " .. 4 . . . 

«••• ♦W-'tntfng with U.S. A nolhcr portion test 

b with magnesia mixture. 
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This method is not quite exact, as some of the 
antimony and tin sulphides are liable to go into 
solution, and a little of the arsenic may be left in 
the residue. Still it is a rapid method, and for 
ordinary work sufficiently accurate. 



Section II. 
THE ACIDS. 



The detection of the acids cannot be effected by 
methods similar to those used for the bases. They 
do not form distinct groups as the metals do, 
which can be separated from each other by pre- 
cipitation and filtration. 

In almost all cases they are determined by spe- 
cial tests. Although we cannot divide and sepa- 
rate them group from group, still it has been found 
convenient to classify them to some extent — this 
classification depending on their deportment with 
barium diloride and silver nitrate; those acids 
giving a precipitate with barium chloride in neu- 
tral solution forming one division or group, and 
those precipitated by silver nitrate from solutions 
acid with nitric acid constituting the second divi- 
sion. Besides these there are two acids (nitric 
and chloric) that are not precipitated by any re- 
agent, and for this reason are put in a group by 
themselves. 

"he classification just given is for the inorganic 
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acids only, and they are the only ones that will 
be considered in the following pages. 

The presence of organic acids can easily be de- 
termined by evaporating to dryness and igniting 
a neutral solution. If present, they leave a car- 
bonaceous residue. 

First Group. — Precipitated by barium chloride 
from neutral solution : Chromic acid (anhydride, 
Cr0 3 ), sulphuric acid (ILS0 4 ), phosphoric acid 
(H 3 P0 4 ), boric or boracic acid (H 3 B0 3 ), hydroflu- 
oric acid (HF), carbonic acid (CCXj, anhydride), 
and silicic acid (H 4 Si0 4 ). All these acids, with 
the exception of hydrofluoric, are precipitated by 
silver nitrate from neutral solutions. 

Second Group. — Precipitated by silver nitrate 
front solutions acid with nitric acid: Hydrochloric 
acid (HC1), hydrobromic acid (HBr), hydriodie 
acid (HI), hydrocyanic acid (HCN or HCy), 
hydroferrocyanic (H 4 FeCy 6 ), hydrofemcyanic 
(II Fe 2 Cy 12 ), hydrosulphuric acid (H 2 S). 

Iliird Group. — Not 'precipitated by any re- 
agents: Nitric acid (HN0 3 ) and chloric acid 

(HCIO3). 



FIRST 'iS-JUP. 



CHROMIC ACID .Anhydride. CiOJ. 

CLro~ ic i-.: I ■ H.C:O f ■ Lis r..>r c«n obtained 
in the fr-rr: stat*r. ilrLz-^rh ^i!iv salts eorre- 
spondir.g to s:*:-h a~ ac:.: ar* kLown. sonie of them 
beautiful" v f_-rvstall::.e. The anhydride forms 

WW ■ 

beautiful scarlet crystals, deliquescent, and very 
soluble in wat-r. imr'-irririir to the solution a red- 

A. 

dish-yellow color, which is visible in very dilute 
solutions. On ignition it yields chromic oxide 
(Cr 2 3 ) and oxygen. It acts as a very powerful 
oxidizing asrent. and as a caustic on living tissues. 
A mixture of chromic anhydride and concentrated 
sulphuric acid forms an extremely active oxidizing 
mixture. It is used in the analysis of pig iron to 
oxidize the graphite to carbonic acid : 

1CrO a f0H 8 SO 4 +3C = 2Cr qf (SO 4 ) 8 +SCO 4 +6H t O 

Y\u\ r-hromates are all red or yellow, the color 
■•t"f visible <-v«ii in very dilute solutions. Those 
irst. mi l second jrmup m<*tals, with the ex- 
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ceptiou of barium, are soluble in water; all the 
others insoluble, or nearly so. 

Reduction of Chromic Acid or Chromates to 
Salts of Chromic Oxide (£/' 2 <9 3 ). — Some of the 
most characteristic reactions of chromic acid de- 
pend on its active oxidizing properties, the chromic 
acid or chromate being at the same time reduced to 
chromic oxide. The reduction is clearly indicated 
by the change in color from the red or yellow of 
the chromate to the bluish-green of the chromic 
salt. If H 2 S be added to an acid solution of a 
chromate a precipitate of sulphur is formed, and 
the solution changes in color from red or yellow 
to bluish green : 

K 2 Cr 2 7 + 8HC1 + 3HJ3 

= Cr 2 Cl 6 + 2KC1 + 3S + 7H 2 0. 

This reaction is of special importance, for it is 
ident that although chromium may be originally 
present as the acid, the precipitation of the metals 
with ILS will always reduce it to chromic salt, 
and it will consequently be found among the 
bases. The change in color will, however, surely 
denote its presence. A means of distinguishing 
between it and the basic chromium will be given 
later. 



jy.* CHKuXIC acu>. 



AiuwiO!-:Ti!:j riiJj.'L:-]- caur-es tL*t same reduction 
aij^J \\ihu i ■!■•?■:]] :tm«^ iL*r cluviuic salt formed, 
\V*'A\wjl a p]*r-\i<::aT«r of hydroxide. 

MajiV other feubstanors reduce chromic acid or 
chronjat':'-! to chromic salt, such as sulphurous 
add f'/j, concentrated hydrochloric acid (A), di- 
lute hydrochloric acid and alcohol (c), stannous 
chloride or zinc in acid solution (not nitric) (d 
and e), tartaric and oxalic acids, etc. 

(a) K,Cr/> 7 f 8SO, + H£0 4 

= Cr 2 (S0 4 ) 8 + K£O t + H.0 ; 

rA; K/V> 7 +14IIC1 

= Cr»Cle + 2KC1 + 3Cf, + 7H.0 ; 

(<•) K»Cr/ h + t)IICl + 4C S8 H 5 OH 

■■ ( Jr»< 'A, + ( \l I 5 C1 + 3C a II 4 + 8H a O + 2KCP 

(>!) K.Cr.Oy }- 14lICl + 3SnCl 2 

= Ci\,CI 8 + 3SuCl 4 + 2KC1 + 7H 8 ; 

(<) K..(V.O T | ;{Zn + 14HCl 

Vv.i\ + 2KC1 + 3ZuCl s + 7H.O. 

All these reductions are made evident by the 
•limine in color from red or yellow to bluish 
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Reactions of Chromates ivith the Bases. 

Barium Chromate (BaCrO^). — Barium chlo- 
ride added to solutions of the chromates gives a 
yellow precipitate of barium chromate (BaCr0 4 )- 
The precipitate is soluble in hydrochloric and 
nitric acids, and decomposed by sulphuric acid. 
It is nearly insoluble in acetic acid. 

K 2 Cr0 4 + BaCl 2 = BaCr0 4 + 2KC1. 

> — , — > 

Lead Chromate (PbCrO^. — Soluble chromates 
added to lead salts give a yellow precipitate of 
lead chromate, slightly soluble in dilute nitric acid, 
insoluble in acetic acid and in ammonia. Soluble 
in sodium or potassium hydrates, from which solu- 
tions it is reprecipitated on acidifying with acid 
(best to use acetic) : 

K,Cr0 4 + Pb(N0 3 ) 2 = PbCr0 4 + 2KN0 8 ; 

■- _ * 

% T 

PbCr0 4 + 4KOH = K 2 Cr0 4 + K 2 Pb0 2 + 2H 2 0. 

Silver Chromate. — Normal chromates in neutral 
solutions of silver salts give a dark-red precipitate of 
silver chromate (AgX!r0 4 ). In slightly acid solu- 
tions the dichromate is precipitated (Ag 2 Cr 2 7 ). 



^.r-t ^ •!_ _ it* T _ i. - _ _*_ ■ 



R.:l :'rvi::«"j..:^ itt t- ".:.j: zi zi^: ac£«I and in 






P. '.?.-.-. . A . - -if.-. V-v J - — A very beau- 

rri i.: lr i_i. 2..::.: is m&.le bv 

, "r: 1 " iilllrr iZl iOld Solution 

of Lvlrvj-:. :»r:-.2: :- iiiii.j i. ^z ^11 ^^tnritv of 

r'.L-?. zZ- 1 zL+z. :ir *. . u:: . - -•. -~j!z:.z^: the chromic 
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Th-r I:^;:I in :Lr :u".t .L^^re? to a beautiful 
b! :- y.- .:. an-I if :L~ :u*.t v t _"..-o.i an J inserted 
v-vrVbL. :::::^ :L- s : lu::. ^ *:to. m^ colorless, and 
the c^k-r is L-.--.V c-.-Loentrat^-i in :Lc lawr of ether. 
This blue 'i-'jl.-r is prola : -ly due to perchroniic 
acid, but the cuui}Mj a .:n>i is so unstable that its 
composition has not been satisfactorily determined. 
T1j'5 following equation may. perhaps, represent 
the, action that takes place: 

211,00, + HA = ILCi A+ - H A 

SULPHURIC ACID (H,S0 4 ). 

Sulphur when burned forms the oxide SO, 

-dli-d sulphurous anhydride, which with water 

•i us sulphurous arid (ILSO,) — at least the salts 

. "^1 correspond to an acid of this composition, 
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although the acid itself cannot be isolated, as it at 
once splits up into sulphurous anhydride (S0 2 ) 
and water. This oxide can take up one more 
atom of oxygen, forming sulphuric anhydride 
(S0 8 ), which combines readily with water, yield- 
ing sulphuric acid (H 2 S0 4 ). 

Sulphuric anhydride when in the solid state is 
usually in the form of white, silky crystals. These 
on exposure to the air quickly absorb moisture 
and become liquid. 

Concentrated sulphuric acid is a heavy, oily 
liquid, colorless and transparent. 

Both the anhydride and the acid dissolve in 
water in all proportions, and the solution is ac- 
companied by the evolution of much heat. Owing 
to their great affinity for water, the concentrated 
acid and the anhydride char many kinds of or- 
ganic matter. 

The boiling-point of the acid in 338° C. 

The sulphates with few exceptions are colorless. 

All of the normal sulphates, with the exception 
of barium, strontium, calcium, and lead sulphates, 
are soluble in water. 

In alcohol only the ferric sulphate is soluble. 

Basic sulphates, which are insoluble in water, 
are soluble in hydrochloric or nitric acids. 
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Barium Sulphate. — Barium salts added to a 
solution containing sulphuric acid or a sulphate 
give a very finely divided white precipitate of 
barium sulphate, even from exceedingly dilute 
solutions. The precipitate is insoluble in water 
and in dilute acids. 

When testing the solubility of this precipitate 
it should be remembered that concentrated hydro- 
chloric or nitric acids precipitate barium salts. 
This precipitate, however, is easily .soluble in 
water; so that if the solution be diluted with 
water there will be no danger of mistaking one 
precipitate for the other, since the barium sulphate 
would remain insoluble, whilst the chloride or 
nitrate would dissolve : 

H 2 S0 4 + BaCl, = BaS0 4 + 2HC1. 

Lead Sulphate (PbS0 4 ). — Sulphuric acid or 
soluble sulphates give with lead salts a white 
precipitate of lead sulphate, the properties of 
v hich have already been given under lead. 

nsoluble Sulphates. — Sulphates insoluble in 

> * pnd acids may be changed to soluble com- 

-in.... -r fnsiV- Hth sodium potassium car- 
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In the fusion the sulphuric acid of the insoluble 
compound combines with the sodium or potassium 
carbonate and forms a sulphate soluble in water. 
The base with which it was combined is changed 
to carbonate or oxide, insoluble in water : 

BaS0 4 + Na^C0 3 = BaC0 3 + N%S0 4 ; 

PbS0 4 + N%C0 3 = PbO + Na 2 S0 4 + CO* 

If the fused mass be treated with water the 
sulphate of soda dissolves and can be tested for 
in the solution, after acidifying with hydrochloric 
acid, by the addition of barium chloride. 

Instead of fusing with the alkaline carbonate, 
the same result may be obtained, although not so 
readily, especially with barium sulphate, by boil- 
ing with a strong solution of the carbonate. The 
bases will be changed to carbonates, and the sul- 
phuric acid goes into solution as sodium sulphate. 

Blowpipe lest. — If a sulphate be mixed with 
dry sodium carbonate and fused on charcoal in 
the reducing flame, it is reduced to sulphide. 
By placing the fused mass on a piece of bright 
silver and moistening with water a dark stain of 
silver sulphide is formed. 

It must be remembered, however, that any 
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substance tonz&i:.ir.j[ ^ilr-hir -*tLL ^ive the same 
re*"ilt. *•> the tost :.s -.^t oon^-ijiTe when it is 
kriown that a'.i vilpbir eo:npo : .inds except sul- 
phate ar*r ab*e::. 

JMU't'Oa of Frtr SV.iV.v -iV Jci"'/. — Free sul- 
phuric acid car: be easily defected by adding a 
very little cane-su^ar to thrr >»Iuti«"»iL and evapo- 
rating to drvness on the water-bath. If anv of 
the acid is present in thf five state, a black car- 
bonaceous residue remains. or if the quantity of 
and is very small, simply a bruwn color. 

PHOSPHORIC ACID (H.POJ. 

Common phosphorus is a colorless, transparent 
Holi<l, insoluble in water, but easily soluble in 
carbon disulphide. 

1 1. melts at. 44.3° C, and boils at 290° C. 

It oxidizes when exposed to the air at ordinary 
lemperalures, giving off white fumes which have 
a characteristic odor and are luminous in the 
dark. When heated in presence of air it ignites 
very readily, evolving heavy white vapors of the 
p«»nto\ide, I\O v 

oloiless phosphorus is very poisonous, and for 

is reason, as well as on account of its great 
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inflammability, it must be handled with extreme 
care. 

It should always be kept under water, and any 
pieces required for experiment ought to be cut off 
while it is still protected in this way. 

If phosphorus be heated to 250° C. in a veseel 
to which air has not free access, it is changed to a 
red modification, called amorphous phosphorus. 
This differs from the colorless variety in being 
less inflammable, is not luminous, is insoluble in 
carbon disulphide, and is not poisonous. 

Phosphoric anhydride or pentoxide (P 2 6 ) is a 
snow-white and very deliquescent solid. With 
water it forms three different acids. If dissolved 
in cold water it yields metaphosphoric acid, 
IIPO3 , which on standing gradually changes to 
pyrophosphoric acid, H 4 P 2 7 , and finally to ortho- 
phosphoric acid, H3PO4. The latter acid is also 
formed by dissolving the pentoxide in boiling 
water or by boiling a solution containing either 
the meta- or pyrophosphoric acids : 

PA + H 2 =2HP0 8 ; 

P 2 5 + 2H,0 = H 4 PA ; 

PA + 3H 2 = 2H 3 P0 4 . 
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Salts of the first two acids are also formed by 
subjecting orthophosphates containing hydrogen 
or a volatile base to a high temperature ; as, for 
example, 

Na(NH 4 )HP0 4 - (NH 8 + H 2 0) 

= NaP0 3 , Sodium metaphosphate ; 

2MgNH 4 P0 4 - (2NH 8 + 11,0) 

= Mg.I^Oy, Magnesium pyrophosphate. 

Compounds of pyro- and nietaphosphoric acid 
are seldom met with, almost all the phosphates 
in nature and in analysis being salts of the ortho- 
acid (II 3 P0 4 ). Magnesium pyrophosphate, how- 
ever, is of importance, since it is the form in 
which magnesium is generally weighed in analy- 
sis; and "phosphorus salt" (Na(NH 4 )HP0 4 ), 
which on fusing into a bead becomes metaphos- 
phate, is a useful blowpipe reagent. 

The salts of orthophosphoric acid are all insolu- 
ble in water, with the exception of those of the 
alkalies. In acids their solubility varies : those of 
the alkaline earths are soluble in hydrochloric, 
utric, and acetic acids; ferric and aluminium phos- 
phates are insoluble in acetic but soluble in the 

. llPlVl] !)f*i<!g a 
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Heactzons of Orthcyphosphoric Acid. JBarium 
Phosphate. — In neutral or alkaline solutions of 
phosphates barium chloride produces a white pre- 
cipitate of barium phosphate, easily soluble in 
acetic, nitric, and hydrochloric acid : 

NaoHP0 4 + BaCl 2 = BaHP0 4 + 2NaCL 

* ■ * 

Magnesium Phosphate.— -The precipitation of 
phosphates from neutral or alkaline solutions by 
magnesium salts is veiy important. It will be 
remembered that this is the reaction made use of 
for determining magnesium, and when we have 
an alkaline solution it affords an equally good test 
for phosphoric acid. Its use for the detection of 
phosphates, however, is very limited, owing to the 
fact that the test has to be made in the presence 
of ammonia; and since all the phosphates, with the 
exception of those of the first-group metals, 
require acid to hold them in solution, it can only 
be used when we have a phosphate of an alkali 
metal. Arsenic acid also must be absent, as it 
too precipitates magnesium salts from alkaline 
solution. 

In neutral solutions magnesium salts give a 
white precipitate of magnesium hydrogen phos- 
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phate (MgHPO,j (a), or ma^ne-sium phosphate 
Olir*rP04 k k accord :l 2 to the coalitions: but in 
presence of ainiioiiiuni chloride acd fre^r ammonia 
a white crystalline precipitate of magnesium ammo- 
nium phosphate is formed. »rven in very dilute solu- 
tiona(£j. All of these precipitate* are soluble in 
acetic and mineral acids. 

(a) Na,HP0 4 -f MgCl 2 = MgHPO, -f 2XaCl. 

(b) XaJIPO, -f MgCl, , XH 4 C1 ~ XH 4 OH 

= MgXI I 4 P0 4 -f 2XaCl -r XH 4 C1 + H,0. 

Silver PhoHphaU (Ag z PO^). — Nitrate of silver 
gives with neutral solutions of phosphates a yel- 
low precipitate of silver phosphate soluble in nitric 
acid and ammonia. 

NaJIP0 4 +:^Ag\0 3 =Ag :j PO J +2^N0 8 +HNO^ 

Fvrric Phosqrfiatt:. — If to an acid solution con- 
taining phosphate an excess of sodium acetate be 
added and then ferric chloride drop by drop, a 
ycllowish-whitc precipitate of ferric phosphate will 
bo formed. If the addition of the feme chloride 
.s continued until the solution assumes a reddish 
d i ii;e, and the solution boiled, all the phosphoric 
icid w«H l>c precipitates! in combination with the 
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iron, and the excess of iron present will be thrown 
down as basic acetate. This reaction is of great 
importance, as it enables us to separate phosphoric 
acid from its combinations with the alkaline 
earths. 

2Na 2 HP0 4 + Fe,Cl 6 + 2NaC 2 H 3 2 

= 2FeP0 4 + 6NaCl + 2HC 2 H 3 2 , 

* * 

or 2MgHP0 4 + Fe,Cl 6 + 2NaC 2 H 3 3 

= 2FeP0 4 + 2MgCl 2 + 2HC 2 H 3 2 + 2NaCL 

Ammonium Phosphomolybdate. — Of all the 
tests for phosphoric acid this is the most valuable, 
as it enables us to precipitate phosphoric acid not 
only from acid solutions, but from solutions con- 
taining almost all the metals. 

If to a solution of ammonium molybdate be 
added a few drops of a neutral or acid solution 
containing a phosphate, a yellow precipitate of am- 
monium phosphomolybdate((NH 4 ) 3 P0 4 ,12 Mo0 8 ) 
is formed. The formation of the precipitate is 
hastened by heating the solution gently, not above 
70° C. Care must be taken in making this test 
always to have the ammonium molybdate present 
in considerable excess, otherwise the precipitate 
may not be thrown down. Arsenic and silicic 
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add*, if pre*e~T ir. the s^bstan?* to be tested, must 
p *v;ou«"y be removed, as :Ley also are precipi- 
tated or &m:£.onium mo]vbda:e. although not so 
readily as the phosphate. The solution best suited 
for the reaction is one slicrhtiv acid with nitric 
acid. 

The precipitate of phosphomolybdate after 
being washed with a solution of ammonium 
nitrate mav be dissolved in ammonium hydrate 
and the phosphoric acid precipitated with ~ magne- 
sia mixture" (MgCL , NH 4 C1 -f- NH 4 OH). 

BORIC OR BORACIC ACID (H.BO,). 

« 

Boron is infusible and non-volatile, and when 
heated in the air burns to boric anhydride 
(liJ>.i). This is a colorless glass fusible at a red 
heat, and soluble in water and alcohol. On evap- 
orating these solutions boric acid volatilizes with 
the water or alcohol. For this reason acid solu- 
tions of borate must always be neutralized before 
concentration. 

Hone anhydride forms with water metaboric 

ncid ( 1 1 H< ) a ) and orthoboric acid (II 3 B0 3 ), also sev- 

erd m! her hydrates of more complex composition. 

i .,«> -■•iv»it"< -»f the alkalies are soluble in water, 

<m- « i •!- ui>«»lubl*» They are not decomposed 
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on ignition. Although boric acid is a very weak 
one when in solution, yet in the dry state it acts 
very powerfully, driving out the strongest acids 
from their combinations, by simply fusing them 
with the acid or its anhydride. 

Although boric acid or borates form insoluble 
precipitates with many metals, yet none of them 
are of much analytical importance. With barium 
salts borates give a white precipitate soluble in 
acids and in ammonium salts. Silver nitrate in 
concentrated solutions gives a white precipitate 
of silver borate, in dilute solutions a precipitate 
of silver oxide. Both are soluble in nitric acid 
and ammonia. 

Turmeric Test — A very delicate test for boric 
acid is made by dipping a piece of turmeric paper 
into a solution of a borate made slightly acid 
with hydrochloric acid ; the paper is then dried 
on the water-bath, when it assumes a characteristic 
red tint. If the paper colored in this way be 
moistened with alkali the color changes to black 
or dark green, but is restored again by addition 
of a little dilute hydrochloric acid. 

In making this test much free hydrochloric 
acid must not be present, as it gives a brownish- 
black color with turmeric paper. Ferric chloride 
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acids, if present in the substance to be tested, must 
previously be removed, as they also are precipi- 
tated by ammonium molybdate, although not so 
readily as the phosphate. The solution best suited 
for the reaction is one slightly acid with nitric 
acid. 

The precipitate of phosphomolybdate after 
being washed with a solution of ammonium 
nitrate may be dissolved in ammonium hydrate 
and the phosphoric acid precipitated with " magne- 
sia mixture" (MgCL, , NH 4 C1 + NH 4 OH). 

BORIC OR BORAC1C ACID (H.BO,). 

Boron is infusible and non-volatile, and when 
Heated in the air burns to boric anhydride 
(B 2 3 ). This is a colorless glass fusible at a red 
heat, and soluble in water and alcohol. On evap- 
orating these solutions boric acid volatilizes with 
the water or alcohol. For this reason acid solu- 
tions of borate must always be neutralized before 
concentration. 

Boric anhydride forms with water metaboric 
acid (HBO.,) and orthoboric acid (II 3 B0 3 ), also sev- 
eral other hydrates of more complex composition. 
Tli*> borates of the alkalies are soluble in water, 
t—, others insoluble. They are not decomposed 



BORIC OR BORACIC ACID. 203 

on ignition. Although boric acid is a very weak 
one when in solution, yet in the dry state it acts 
very powerfully, driving out the strongest acids 
from their combinations, by simply fusing them 
with the acid or its anhydride. 

Although boric acid or borates form insoluble 
precipitates with many metals, yet none of them 
are of much analytical importance. With barium 
salts borates give a white precipitate soluble in 
acids and in ammonium salts. Silver nitrate in 
concentrated solutions gives a white precipitate 
of silver borate, in dilute solutions a precipitate 
of silver oxide. Both are soluble in nitric acid 
and ammonia. 

Turmeric Test — A very delicate test for boric 
acid is made by dipping a piece of turmeric paper 
into a solution of a borate made slightly acid 
with hydrochloric acid ; the paper is then dried 
on the water-bath, when it assumes a characteristic 
red tint. If the paper colored in this way be 
moistened witli alkali the color changes to black 
or dark green, but is restored again by addition 
of a little dilute hydrochloric acid. 

In making this test much free hydrochloric 
acid must not be present, as it gives a brownish- 
black color with turmeric paper. Ferric chloride 
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al.v> sr'ves a browLUh-r*d color, and for thi* reason 
should be removed before m*k:Lg the test. 

Flaunt T**l*. — If alcohol be poured over dry 
boric acid or a borate, in the latter case concen- 
trated sulphuric acid being added to liberate the 
boric acid, and the alcohol lighted, the flame will 
be colored green by the boric acid. Frequently 

the color is onlv seen on the edges of the flame. 

• _ 

The test is made more delicate by blowing out 
the flame after allowing it to burn for a few 
momenta, and then relighting it, when the edges 
of the flame will be tinged green — onlv niomen- 
tarily if the quantity of boracic acid is small. 

Chlorides and copper salts interfere with this 
test, as they give the same color to the flame. 
Copper may be removed by precipitating with 

Il a S and the chlorides by silver sulphate. 

The same coloration may be obtained by 
making a borate into a paste with a drop or two 
of concrnt rated sulphuric acid, heating the mix- 
tun* gently in the Bunsen flame on the loop of a 
platinum wire, so as to expel excess of sulphuric 
arid, and then dipping the bead into glycerine. 
• i is (lien lighted by holding in the flame for a 

moment, and on removing from the same it con- 

.imii»N to burn with a green flame. 
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FLUORINE (F) AND HYDROFLUORIC 

ACID (HF). 

Fluorine is exceedingly difficult to prepare in 
the free state, owing to the ease with which it 
combines with almost all substances to form 
fluorides. 

It decomposes water instantly, forming hydro- 
fluoric acid and ozone. It also attacks glass or 
other silicates readily, forming silicon fluoride 

(SiF 4 ). 

Fluorine is always found in nature as fluoride, 
chiefly as fluor-spar (CaF 2 ) ; it is also contained 
in cryolite (NaAlF 4 ), and in small amount in 
apatite (Ca 3 (P0 4 ) 2 ). 

Hydrofluoric Add, — In the anhydrous state 
this is a colorless, fuming liquid, boiling at 20° C. 
and readily soluble in water. It differs from all 
other acids in its property of dissolving silica, 
and for this reason is especially valuable in the 
analysis of silicates. All metals with the excep- 
tion of gold and platinum are soluble in it with 
evolution of hydrogen. 

The fluorides of the alkalies, and a few others 
are soluble in water. Strong sulphuric acid liber- 
ates hydrofluoric acid from fluorides. 
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also gives a brownish-red color, and for this reason 
should be removed before making the test. 

Flame Tests. — If alcohol be poured over dry- 
boric acid or a borate, in the latter case concen- 
trated sulphuric acid being added to liberate the 
boric acid, and the alcohol lighted, the flame will 
be colored green by the boric acid. Frequently 
the color is only seen on the edges of the flame. 
The test is made more delicate by blowing out 
the flame after allowing it to burn for a few 
moments, and then relighting it, when the edges 
of the flame will be tinged green — only momen- 
tarily if the quantity of boracic acid is small. 

Chlorides and copper salts interfere with this 
test, as they give the same color to the flame. 
Copper may be removed by precipitating with 
II 2 S and the chlorides by silver sulphate. 

The same coloration may be obtained by 
making a borate into a paste with a drop or two 
of concentrated sulphuric acid, heating the mix- 
ture gently in the Bunsen flame on the loop of a 
platinum wire, so as to expel excess of sulphuric 
acid, and then dipping the bead into glycerine. 
It is then lighted by holding in the flame for a 
noment, and on removing from the same it con- 
rmnpq to burn with a green flame. 
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FLUORINE (F) AND HYDROFLUORIC 

ACID (HF). 

Fluorine is exceedingly difficult to prepare in 
the free state, owing to the ease with which it 
combines with almost all substances to form 
fluorides. 

It decomposes water instantly, forming hydro- 
fluoric acid and ozone. It also attacks glass or 
other silicates readily, forming silicon fluoride 
(SiF 4 ). 

Fluorine is always found in nature as fluoride, 
chiefly as fluor-spar (CaF 2 ) ; it is also contained 
in cryolite (NaAlF 4 ), and in small amount in 
apatite (Ca 3 (P0 4 ) 2 ). 

Hydrofluoric Acid. — In the anhydrous state 
this is a colorless, fuming liquid, boiling at 20° C. 
and readily soluble in water. It differs from all 
other acids in its property of dissolving silica, 
and for this reason is especially valuable in the 
analysis of silicates. All metals with the excep- 
tion of gold and platinum are soluble in it with 
evolution of hydrogen. 

The fluorides of the alkalies, and a few others 
are soluble in water. Strong sulphuric acid liber- 
ates hydrofluoric acid from fluorides. 
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also gives a brownish-red color, and for this reason 
should be removed before making the test. 

Flame Tests. — If alcohol be poured over dry- 
boric acid or a borate, in the latter case concen- 
trated sulphuric acid being added to liberate the 
boric acid, and the alcohol lighted, the flame will 
be colored green by the boric acid. Frequently 
the color is only seen on the edges of the flame. 
The test is made more delicate by blowing out 
the flame after allowing it to burn for a few 
moments, and then relighting it, when the edges 
of the flame will be tinged green — only momen- 
tarily if the quantity of boracic acid is small. 

Chlorides and copper salts interfere with this 
test, as they give the same color to the flame. 
Copper may be removed by precipitating with 
H 2 S and the chlorides by silver sulphate. 

The same coloration may be obtained by 
making a borate into a paste with a drop or two 
of concentrated sulphuric acid, heating the mix- 
ture gently in the Bunsen flame on the loop of a 
platinum wire, so as to expel excess of sulphuric 
acid, and then dipping the bead into glycerine. 
It is then lighted by holding in the flame for a 
moment, and on removing from the same it con- 
tinues to burn with a green flame. 
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FLUORINE (F) AND HYDROFLUORIC 

ACID (HF). 

Fluorine is exceedingly difficult to prepare in 
the free state, owing to the ease with which it 
combines with almost all substances to form 
fluorides. 

It decomposes water instantly, forming hydro- 
fluoric acid and ozone. It also attacks glass or 
other silicates readily, forming silicon fluoride 

(SiF 4 ). 

Fluorine is always found in nature as fluoride, 
chiefly as fluor-spar (CaF 2 ) ; it is also contained 
in cryolite (NaAlF 4 ), and in small amount in 
apatite (Ca 3 (P0 4 ) 2 ). 

Hydrofluoric Add. — In the anhydrous state 
this is a colorless, fuming liquid, boiling at 20° C. 
and readily soluble in water. It differs from all 
other acids in its property of dissolving silica, 
and for this reason is especially valuable in the 
analysis of silicates. All metals with the excep- 
tion of gold and platinum are soluble in it with 
evolution of hydrogen. 

The fluorides of the alkalies, and a few others 
are soluble in water. Strong sulphuric acid liber- 
ates hydrofluoric acid from fluorides. 
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also gives a brownish-red color, and for this reason 
should be removed before making the test. 

Flame Tests. — If alcohol be poured over dry- 
boric acid or a borate, in the latter case concen- 
trated sulphuric acid being added to liberate the 
boric acid, and the alcohol lighted, the flame will 
be colored green by the boric acid. Frequently 
the color is only seen on the edges of the flame. 
The test is made more delicate by blowing out 
the flame after allowing it to burn for a few 
moments, and then relighting it, when the edges 
of the flame will be tinged green — only momen- 
tarily if the quantity of boracic acid is small. 

Chlorides and copper salts interfere with this 
test, as they give the same color to the flame. 
Copper may be removed by precipitating with 
II 2 S and the chlorides by silver sulphate. 

The same coloration may be obtained by 
making a borate into a paste with a drop or two 
of concentrated sulphuric acid, heating the mix- 
ture gently in the Bunsen flame on the loop of a 
platinum wire, so as to expel excess of sulphuric 
acid, and then dipping the bead into glycerine. 
It is then lighted by holding in the flame for a 
moment, and on removing from the same it con- 
tinues to burn with a green flame. 
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FLUORINE (F) AND HYDROFLUORIC 

ACID (HF). 

Fluorine is exceedingly difficult to prepare in 
the free state, owing to the ease with which it 
combines with almost all substances to form 
fluorides. 

It decomposes water instantly, forming hydro- 
fluoric acid and ozone. It also attacks glass or 
other silicates readily, forming silicon fluoride 
(SiF 4 ). 

Fluorine is always found in nature as fluoride, 
chiefly as fluor-spar (CaF 2 ) ; it is also contained 
in cryolite (NaAlF 4 ), and in small amount in 
apatite (Ca 3 (P0 4 ) 2 ). 

Hydrofluoric Acid. — In the anhydrous state 
this is a colorless, fuming liquid, boiling at 20° C. 
and readily soluble in water. It differs from all 
other acids in its property of dissolving silica, 
and for this reason is especially valuable in the 
analysis of silicates. All metals with the excep- 
tion of gold and platinum are soluble in it with 
evolution of hydrogen. 

The fluorides of the alkalies, and a few others 
are soluble in water. Strong sulphuric acid liber- 
ates hydrofluoric acid from fluorides. 
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Barium Fluoride. — Barium chloride gives with 
aqueous solutions of hydrofluoric acid or of fluo- 
rides a white precipitate of barium fluoride, very 
insoluble in water, and difficultly soluble in cold 
hydrochloric or nitric acid. 

From these acid solutions it is not reprecipi- 
tated on the addition of ammonia, owing to the 
solubility of barium fluoride in ammonia salts : 

2XaF + BaCl 2 = BaF 2 + 2XaCL 

Calcium Fluoride. — Calcium chloride added to 
aqueous solutions of hydrofluoric arid or fluorides 
gives a gelatinous precipitate of calcium fluoride 
of much the same solubility as barium fluoride. 
Addition of ammonia helps the precipitation. 
Ammonium salts prevent it. 

Kuliing Tent. — The most characteristic test for 
hydrofluoric acid depends on its property of com- 
bining with the silica of silicates, with the forma- 
tion of volatile silicon fluoride. If a finely pul- 
verized fluoride is placed in a lead or platinum 
dish, and made into a thin paste with concentrated 
sulphuric acid, and then gently warmed, hydro- 
^uoric acid is evolved. A watch - <rlass covered 

"th a thin coating of wax or paraffin, in which 

■i«- letter or figure has been traced with a hard 
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wooden point, is placed cjosely over the dish, and 
the latter gently wanned for half an hour. (Care 
must be taken not to let the heat get high enough 
to melt the wax, for if this happens, of course, the 
etching is prevented.) At the end of this time 
the glass is taken off and the wax removed by 
warming, and wiping with a cloth; the figure 
made in the wax will be found etched into the 
glass. 

CaF 2 + H 2 S0 4 = CaS0 4 + 2HF ; 

Si0 2 (of the glass) + 4HF = SiF 4 + 2H,0 

The presence of silica or a silicate in the flu- 
oride to be tested prevents or impairs this reac- 
tion, since the hydrofluoric acid liberated, com- 
bines with that in preference to the silica of the 
glass. In this case the test is made as follows : 

Place the finely pulverized fluoride containing 
silica or silicate in a cb*y test-tube. Add concen- 
trated sulphuric acid in sufficient quantity to cover 
the fluoride and heat gently. 

If now a drop of water in a loop of platinum 
be held in the mouth of the tube the drop will 
become opaque and solid, due to the silicon fluo- 
ride being decomposed by the water into hydro- 
fluosilicic acid (HgSiFe) and silica (Si0 8 ). 



208 FLUORINE AND HYDROFLUORIC ACID. 

Instead of using the drop of water the evolved 
gas may be passed over into water by fitting the 
test-tube with a perforated cork and bent-glass 
tube. When making the test in this way care 
must be taken that the end of the tube that dips 
into the water does not become choked by the 
separated silica, as this might cause an explosion; 
also, do not allow the water to draw back into the 
tube containing the sulphuric acid for the same 
reason. The water into which the gas has been 
passed will be found to have an acid reaction, due 
to the hydrofltiosilicic acid formed. The first re- 
actions are the same as in the previous test, but 
the silicon fluoride formed in this last one is de- 
composed by the water as follows : 

8SiP 4 + 4H 2 = 2H,SiF c + II 4 Si0 4 . 

* — , — * 

Silicates not decomposable by sulphuric acid 
should first be fused with sodium potassium car- 
bonate, the fusion dissolved in water and filtered, 
the filtrate made vert/ xlh/lithj acid with hydro- 
chloric acid, and boiled to expel carbonic acid. 
After cooling it is made alkaline with ammonia 
and calcium chloride added, and any precipitate 
that forms is dried and tested by one of the 
methods just given. 
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SILICIC ACID (H 4 Si0 4 ,H 3 SiO t ). 

Silicon forms but one oxide, Si0 2 , called silica 
or silicic anhydride. This oxide is found very 
abundantly in the mineral kingdom, as quartz, 
rock crystal, etc., and in the form of silicate it 
forms the greater part of the earth's crust. It is 
insoluble in water and acids, with the exception of 
hydrofluoric. 

Under certain conditions it unites with water 
to form hydrates or acids as H 4 Si0 4 ,H 2 Si0 8 . 
Amorphous silica and the hydrated acids dis- 
solve in hot sodium or potassium hydrates, and in 
their carbonates, forming silicates. Also some- 
what soluble in ammonia, but not in ammonia 
carbonate. 

Fusion with alkali or alkaline carbonate yields 
a silicate soluble in water. 

Silica is not affected by heat even at extremely 
high temperatures. 

Of the silicates only those of the alkalies are 
soluble in water. Many of those insoluble in 
water are decomposed by acids, while others re- 
sist their action entirely, and can only be gotten 
into solution by previous fusion with alkaline 
carbonate, whereby the silicate is decomposed and 



\uz ■£:■.» zzlz&z ttz'i. ie i"x\ : r-> f :-tzl a soluble 
Hdvrl': A:\ \ — S:L-~:l.? ■:£ ^VV :> ? silicates are 

If ez>rss -: Lvir.-;Ll:rI:- i::I k added to a 
solutioi. of s:-!:":^ .r i«::i^:.i^i silx-ate, no pre- 
cipitate fom.s a: rlrvL "r ;: afr^r starring for some 
tirr.fr the wL«/*r i^ass so'iiiii-rs as a transparent 
jeliy. If. however, the aei-1 ~'.«e ad-led drop by 
drop, silicic acid is precipitated in a gelatinous 
form. 

liv adding Lvdroeh^orie or nitric acid in excess 
to a solution of a silicate and evaporating the solu- 
tion to complete dryness ( 110 = -115 = C.hthe silicic 
acid separates as anhydride (SiCM. By treating 
the dry residue with hydrochloric acid and water 
the insoluble silica is left as a residue. The last 
reaction is very generally made use of for separat- 
ing silira from its combinations. With silicates 
decomposed by acid, all that is necessary is to first 
boil the very finely pulverized mineral with an 
excess of strong hydrochloric acid, during which 
iteration the grater part of the silicic acid sepa- 
ut«\s, generally as a gelatinous precipitate, some- 
■Him* as a pulverulent one. 

\h "ii-i »s tin- mineral is completely decom- 
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posed the mixture is evaporated to dryness and 
heated in the air-bath, with occasional stirring, 
until no odor of acid is perceptible. The dry 
residue is then moistened with a little concen- 
trated hydrochloric acid, a small quantity of water 
added, and the mixture heated until everything 
except the silica has gone into solution. The 
silica is then filtered off, and on drying appears as 
a white gritty powder. 

In the case of silicates not decomposable by 
acid, the mineral, as already stated, must first be 
fused in a platinum crucible with a mixture of 
four or five parts of sodium potassium carbon- 
ate. (The fusion should be continued until the 
mass is perfectly liquid, and no more gas is given , 
off.) The fused mass is then treated with water, 
and, without previous filtration, sufficient hydro- 
chloric or nitric acid is added to make the solu- 
tion acid ; the mixture is then evaporated to dry- 
ness and the silica separated as in the previous 
method. 

When it is required to test for the alkalies in a 
silicate that is not decomposed by acid, the fusion 
method just given is, of course, not admissible. 
In such cases the mineral is fused with barium or 
calcium oxides instead of sodium or potassium 
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the silica unites with the alkali to form a soluble 
silicate. 

Silicic Add. — Solutions of alkaline silicates are 
easily decomposed by all acids. 

If excess of hydrochloric acid be added to a 
solution of sodium or potassium silicate, no pre- 
cipitate forms at first, but after standing for some 
time the whole mass solidifies as a transparent 
jelly. If, however, the acid be added drop by 
drop, silicic acid is precipitated in a gelatinous 
form. 

By adding hydrochloric or nitric acid in excess 
to a solution of a silicate and evaporating the solu- 
tion to complete dryness (110°-115° C), the silicic 
acid separates as anhydride (Si0 2 ). By treating 
the dry residue with hydrochloric acid and water 
the insoluble silica is left as a residue. The last 
reaction is very generally made use of for separat- 
ing silica from its combinations. With silicates 
decomposed by acid, all that is necessary is to first 
boil the very finely pulverized mineral with an 
excess of strong hydrochloric acid, during which 
»oeration the geater part of the silicic acid sepa- 
Ves, generally as a gelatinous precipitate, some- 
>,uw »< i i ilverulent one. 

i .i> o'v^m .< W ipit\p-nl is completely decom- 
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posed the mixture is evaporated to dryness and 
heated in the air-bath, with occasional stirring, 
until no odor of acid is perceptible. The dry- 
residue is then moistened with a little concen- 
trated hydrochloric acid, a small quantity of water 
added, and the mixture heated until everything 
except the silica has gone into solution. The 
silica is then filtered off, and on drying appears as 
a white gritty powder. 

In the case of silicates not decomposable by 
acid, the mineral, as already stated, must first be 
fused in a platinum crucible with a mixture of 
four or five parts of sodium potassium carbon- 
ate. (The fusion should be continued until the 
mass is perfectly liquid, and no more gas is given 
off.) The fused mass is then treated with water, 
and, without previous filtration, sufficient hydro- 
chloric or nitric acid is added to make the solu- 
tion acid ; the mixture is then evaporated to dry- 
ness and the silica separated as in the previous 
method. 

When it is required to test for the alkalies in a 
silicate that is not decomposed by acid, the fusion 
method just given is, of course, not admissible. 
In such cases the mineral is fused with barium or 
calcium oxides instead of sodium or potassium 
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carbonate, and the silica separated in the same 
way as if the carbonates had been used. 

Silicon Fluoride. — Hydrofluoric acid as gas, or 
in strong aqueous solution, converts silica into sil- 
icon fluoride, SiF 4 (see hydrofluoric acid); in dilute 
solution it dissolves silica with formation of 
hydrofluosilicic acid: 

Si0 2 + 6HF = H,SiF 6 + 2H 2 0. 

Silicates when treated with hydrofluoric acid 
yield silicofluorides (a), but if sulphuric acid be 
present the silicofluoride is decomposed into sul- 
phate, silicon fluoride, and hydrofluoric acid. 

(a) CaSi0 3 + 6HF = CaSiF 6 + 3H 2 ; 

(b) CaSiF 6 + H,SO, = CaS0 4 + SiF 4 + 2HF. 

Ammonium or calcium fluoride (of course free 
from silica) may be used in place of hydrofluoric 
acid. To a mixture of three or four parts of the* 
fluoride and one of the silicate, iu a platinum cru- 
cible or dish, concentrated sulphuric acid is added 
and the mixture warmed. If a drop of water in 
the loop of a platinum wire be now held over the 
.lisli, the water will become cloudy or opaque, 
lue to the separated silicic acid (see hydrofluoric 
•<\1\ 
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This method of decomposing a silicate may be 
used to advantage when it is required to test for 
the alkalies in silicates undecomposable by other 
acids. 

Blowpipe Test. — If silica or a silicate be fused 
in a salt of phosphorus bead (NaP0 3 ), the bases 
with which the silica was combined dissolve, 
while the silica floats about in the bead in the 
same form as the piece of mineral added, yielding 
the so-called silica skeleton. This test is not alto- 
gether reliable, as certain silicates such as the zeo- 
lites dissolve completely, while some other sub- 
stances containing no silica, as apatite, are not 
acted on. 

CARBONIC ACID (Anhydride, CO a ). 

Carbon is found in many different forms — such 
as the diamond (crystallized carbon), which is ex- 
ceedingly hard and transparent ; as graphite, which 
is soft, opaque, and black ; all the different kinds 
of coal, charcoal, etc. It is insoluble in acids, and 
infusible. Some varieties are easily combustible ; 
others, as the diamond and graphite, are burnt 
with difficulty. 

When burned with an excess of oxygen or air 
it yields carbon dioxide or anhydride (C0 2 ) 
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(commonly called carbonic acid) ; if the carbon is 
in excess the product is carbon monoxide (CO). 

Carbonic Anhydride (<7# 2 )- — Carbon dioxide 
or anhydride is at ordinary temperatures and 
pressures a colorless and almost odorless gas of 
high specific gravity (1.52). At 0° C. and a pres- 
sure of 36 atmospheres it condenses to a liquid, 
which if allowed to evaporate rapidly causes a fall 
in temperature to —80° C, and a portion of the 
liquid solidifies as a snow-white mass. 

The gaseous dioxide is somewhat soluble in 
water, one volume of cold water dissolving about 
one volume of the gas. Air containing carbon 
dioxide even in comparatively small amount is 
unfit for respiration, and many a fatal accident 
has been caused by inhaling it. The dreaded 
" after-damp" of coal-mines consists largely of this 
gas. It will not support combustion, a lighted 
candle being instantly extinguished if plunged 
into a vessel filled with it. This may be made 
use of as a rough test to determine w T hether the 
air in any confined space, as a shaft or well, con- 
tains much carbon dioxide. 

If on lowering a lighted candle into a shaft 

1 light ; s extinguished, it is proof that the air 

■nina ;h* gas in considerable quantity. A 



CARBONIC ACID. 215 

mixture of air and gas containing only 25# of C0 2 
will extinguish a burning candle. 

Carbon dioxide is a very weak acid. It turns 
blue litmus red, but on drying the blue color 
reappears. It forms carbonates with many of the 
metals, and of these only the carbonates of the 
alkalies are soluble in water. All carbonates, 
however, are soluble in acids, even in very weak 
ones, except in hydrosulphuric and hydrocyanic. 

The carbonates are very widely distributed in 
nature, as limestones, marbles, chalk, dolomite, 
etc., also in many mineral springs, and in almost 
all waters to a greater or less extent. The at- 
mosphere also contains a certain amount of 
carbon dioxide, which although small in amount 
(0.05# to 0.1 #) is a very important constituent, 
since it supplies plants with their carbon, their 
leaves with the aid of sunlight being able to 
decompose the carbon dioxide, assimilating the 
carbon and liberating oxygen. 

As already stated, carbonates are soluble in 
almost all acids, most of them dissolving even in 
the cold ; a few, however, require heat (magne- 
site, siderite, etc.). The decomposition is accom- 
panied by effervescence,. caused by the escaping 
carbon dioxide (a). The acid used to decompose 
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the carbonate should always be added in excess 
so as to prevent the formatiou of any acid carbon- 
ate (A), since carbonic acid forms acid carbonates 
with a few of the metals, particularly those of the 
alkalies (KHC0 8 ,NaHC0 3 , etc.). 

To prove that the gas evolved is really carbon 
dioxide it is passed into a solution of lime or 
baryta water, or a glass rod that has been dipped 
in baryta-water is held in the test-tube in contact 
with the gas. If carbon dioxide is present the 
lime or baryta water becomes turbid, owing to 
the formation of a precipitate of carbonate (<?). 

If an excess of the gas is passed into the solu- 
tion the precipitate will dissolve, but on boiling 
it again precipitates, the excess of the dioxide be- 
ing driven off by the heat. 

O) Na,C0 3 + 2IK 1 = CO, + 2NaCl + H 8 ; 
(A) Na*CO, + IIC1 = NallCOa + NaCl ; 
(c) Ca(OH)* + CO, = CaC0 3 + ILO. 

Barium or Calcium Carbonate. — With solu- 
tions of the normal carbonates barium and calcium 
chlorides give white precipitates of carbonate. 
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In dilute solutions of acid carbonates the pre- 
cipitate only forms on boiling. 

With solutions of carbonic acid no precipitate 
is f ormed unless the solution be neutralized : 

N^CO, + BaClj = BaCO a + 2NaCL 

' . ' 

Lead Carbonate. — An ammoniacal solution of 
lead acetate or an aqueous solution of lead chloride 
gives in solutions of normal or acid carbonates a 
white precipitate of carbonate. All neutral solu- 
tions of lead salts are precipitated by the normal 
carbonates. 



ACIDS OF THE SECO>T) GROUP. 



The characteristics of this eroup are the preoijv 
itation bv silver nitrate from solutions acid with 
nitric acid, and the fact that barium chloride does 
not precipitate tli^m. 

The acid?? are liytJr«xUorU\ h'j'lrohromic 9 1iiidri* 
friic, 1tij'IrOi'ijahi'\ h N*lnftrr*^'jiUtu\ hydrqferri* 
cyanic, and 7tydro*irfj>h*jrie m 

HYDROCHLORIC ACID (HC1). 

Chlorine is a heavy, yellowish-green gas, pos- 
sessing a characteristic odor, and is extremely 
irritating to the respiratory organs. It is soluble 
in water, forming a solution of a faint yellowish- 
green color. This solution on exposure to light 
decomposes into hydrochloric acid and oxy- 
gen (a). 

Chlorine, both as a gas and in solution, acts as 

a strong bleaching agent, destroying many vege- 

nble colors, and in solution is a very powerful 

218 
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oxidizing agent. It combines freely with the 
alkaline hydrates, forming hypochlorite (£) in 
cold solution and chlorate in hot (c). 

(a) 2H 2 + 2Cl 2 = 4HCl + 2 ; 

(J) 2KOH + Cl 2 = KCIO + KC1 + H 8 ; 

(c) 6KOH + 3C1 2 = KC10 8 + 5KC1 + 311,0. 

Hydrochloric acid at ordinary temperatures is 
a colorless, suffocating gas, fuming in moist air, 
and very soluble in water. Concentrated solutions 
lose a considerable amount of the gas on heating. 
The acid is easily formed from chlorides by heat- 
ing them with sulphuric acid. It is made com- 
mercially from common salt in this way : 

2NaCl + H 2 S0 4 = Na^O, + 2HC1. 

The normal chlorides are all easily soluble in 
water, with the exception of silver, lead, mercurous 
and cuprous chlorides. Bismuth and antimony 
chlorides require the presence of some free add 
to hold them in solution* 

Chlorine occurs in nature principally as sodium 
chloride (common salt), either in the form of rock 
salt or, dissolved in water, as sea-water. It is also 
found to some extent as potassium and magnesium 
chlorides (Stassfurth deposits). 
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Silver Chloride. — Hydrochloric acid and almost 
all chlorides, even in exceedingly weak solutions, 
give with silver nitrate a white precipitate of 
silver chloride, which changes to a violet or black 
color on exposure to light. For solubilities, etc., of 
precipitate, see silver chloride, under head of Silver. 

Mercurous and Lead Chloride*. — Solutions of 
either mercurous or lead salts are precipitated by 
hydrochloric acid or soluble chlorides, as already 
given under those metals. 

Evolution of Chlorine. — If hydrochloric acid 
be heated with manganese dioxide or lead dioxide, 
chlorine is evolved (a), which is easily recognized 
by its yellowish-green color, its odor, and bleach- 
ing action on vegetable colore. If a piece of moist 
litmus paper is held in the fumes the color will 
be destroyed. In the case of chlorides some 
strong sulphuric acid must be added as well as 
the dioxide (Z>). 

Chlorides heated with manganese or lead diox- 
ides and acetic acid do not evolve chlorine. 

(a) Mn0 2 + 4HC1 = CL, + MnCl 2 + 211,0 • 
(A) 2NaCl + MnO a + 3H 2 S0 4 

= CL, + 2NaHS0 4 + MnS0 4 + 2H 8 0. 
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Free hydrochloric acid alone or in presence of 
chlorides is easily detected by simply heating the 
solution with manganese dioxide, when chlorine 
is evolved as in reaction (a). 

Chromic Oxycldoride {Or0 2 Cl 2 y — If a dry 
chloride be mixed with potassium dichromate and 
placed in a small flask or test-tube, and some con- 
centrated sulphuric acid added and the mixture 
gently heated, chromic oxychloride or chromyl 
chloride (also called chloro-chromic acid) will be 
liberated as a reddish-brown gas that condenses on 
cooling to a red liquid (a). If the flask or test- 
tube be fitted with a delivery-tube, and the gas 
passed into ammonia, a yellow solution of ammo- 
nium chromate is obtained (£). On acidifying 
this solution with acetic acid, and adding a drop 
or two of lead acetate, a yellow precipitate of lead 
chromate is formed. 

(a) KgCi-A + 4NaCl + 6H 2 S0 4 

= 2CrO,CVf 2KHS0 4 + 4NaIIS0 4 + 3H 2 ; 

(A) Cr0 2 Cl 2 + 4NH 4 OH 

= (NH 4 ) 2 Cr0 4 + 2NH 4 C1 + 2H 2 0. 

This test is of particular value for determining 
chlorides in the presence of bromides, the latter 
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forming no corresponding compound, but liberat- 
ing bromine instead : 

6KBr + K 2 Cr 2 7 + 1 1H 8 S0 4 

= 3Br 2 + 8KHS0 4 + Cr 2 (S0 4 ) 8 + 7H 2 0. 

The bromine when passed into ammonia gives 
a colorless solution. Iodides with dichromate and 
sulphuric acid act in the same way as bromides. 

Insoluble Chlorides. — For the detection of 
chlorine in the chlorides insoluble in water and 
nitric acid, they should be fused with sodium 
potassium carbonate, the fusion extracted with 
water, and the chloride tested for in the filtrate. 

Blotvpipe Test — If a salt of phosphorus bead 
be saturated with cupric oxide, and then a small 
quantity of any substance containing a chloride 
be added, and the substance heated in the redu- 
cing flame, the flame will be colored blue. 

HYDROBROMIC ACID (HBr). 

Bromine is a heavy, dark-red liquid which boils 
at 63° C. Even at ordinary temperatures it vola- 
tilizes freely, giving off heavy red fumes that are 
*Yceedin*jly irritating. 
Tf is more soluble in water than chlorine (a sat- 
,t(u\ snlnf.i«»r contains about 3# of bromine), 
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and easily soluble in ether, chloroform, or carbon 
disulphide. If an aqueous solution of bromine be 
shaken with one of the substances just mentioned 
they will extract the bromine from the water solu- 
tion, the latter becoming colorless, and the ether 
or disulphide appears of a red or yellow color. 
Bromine, like chlorine, is a strong bleaching and 
oxidizing agent, and the reactions are similar. 

Hydrobromic acid at ordinary temperatures is a 
colorless gas, very soluble in water. 

The acid itself or its aqueous solution decom- 
poses slowly in presence of air, bromine being lib- 
erated, which colors the solution red or yellow. . 

Bromides are only found in small quantities. 
They are contained in sea-water, and in many salt 
springs. 

In chemical properties the bromides resemble 
the corresponding chlorides veiy closely. 

Silver Bromide. — As already stated under. the 
reactions for silver, bromides or hydrobromic 
acid precipitate silver salts as bromide, insoluble 
in nitric acid. For further properties of the 
precipitate, - see silver bromide, under head of 
" Silver." 

Liberation of Free Bromine. — Hydrobromic 
acid and all bromides except silver bromide are 
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decomposed by heating with nitric acid, bromine 
being set free : 

6KBr + 8HNO3 = 3Br 2 + 6KN0 3 + 2NO + 4H 8 0. 

Chlorine either as gas or in solution decomposes 
bromides, liberating bromine. 

Alkaline hypochlorites as sodium hypochlorite 
(NaCIO) effect the same reaction if added to solu- 
tions slightly acid with hydrochloric acid. The 
addition of either reagent must be made with care, 
as an excess of it converts the bromine into color- 
less bromine chloride. If before liberating the 
bromine a few drops of carbon disulphide or 
chloroform be added to the solution, and then the 
chlorine water or hypochlorite and the mixture be 
gently shaken, the bromine is all taken up by the 
disulphide or chloroform, which now shows a red 
or yellow color. 

It is always advisable to test the reagents by 
making a blank test (/. e., making a test in the 
same way, except that pure water is substituted 
for the solution to be tested for bromine), to see 
if they give any color with the carbon disulphide. 
Should any color appear, either new reagents 
must be used or the color obtained in the blank 
**+ almiild be compared with that given by the 

x.^'ice under examination. 
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Bromides with manganese or lead dioxides and 
sulphuric acid give the same reactions as chlorides, 
the only difference being that a more dilute solu- 
tion of sulphuric acid can be used than with the 
latter. 

With manganese dioxide and acetic acid bro- 
mides are not decomposed, but with lead dioxide 
and acetic acid bromine is liberated (a distinction 
from chlorides). 

Action on Starch. — If a bromide be mixed with 
manganese dioxide and sulphuric acid in a small 
beaker, and the latter covered with a watch-glass, 
having a strip of paper attached to the under side 
which has been moistened with starch-paste and 
sprinkled with starch powder, on heating the mix- 
ture gently the liberated bromine colors the starch- 
paste yellow. 

Insoluble Bromides. — Bromides insoluble in 
nitric acid are fused with sodium potassium car- 
bonate, and the fused mass treated in the same 
way as for chlorides. 

Blowpipe Test. — Bromides when heated in re- 
ducing flame in a salt of phosphorus bead which 
lias been saturated with cupric give a blue flame 
inclining to green. 
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HYDRIODIC ACID (HI). 

Iodine generally occurs in the form of black 
crystalline scales having a decided lustre. It 
fuses at 115 = C, and boils at 200° C. (Stas), 
with evolution of violet fumes which con- 
dense in a crystalline form. It is only 
very slightly soluble in water, but dissolves 
easily in alcohol, ether, chloroform, carbon disul- 
phide, and in aqueous solution of iodides. The 
solutions in chloroform and carbon disulphide 
are violet, the others brown or reddish-brown. 

Certain reducing agents as thiosulphates (ff) 
and sulphites (£), dissolve free iodine, yielding 
colorless solutions. 

21 + 2Na 2 S 2 3 = 2NaI + Na,S 4 6 (sodium tetra- 
thionate); 

21 + NajSO, + H 2 = 2HI + Na 2 S0 4 . 

Starch-paste, even with minute traces of 
iodine, gives a beautiful blue color. 

Iodine has only very weak bleaching properties ; 

T lie action op litmus and other vegetable colors is 

^ry sir" ■ ■•nus the skin brown. 

+ 1* lfMiuii. ; \- «i colorless gas at ordinary 

■■» -^iuiuii o very soluble in water, giving 
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a colorless solution. This solution soon turns 
brown, owing to the gradual decomposition of the 
hydriodic acid, iodine being liberated and dis- 
solving in the remaining acid. 

Iodides. — Iodides in many ways correspond to 
the chlorides and bromides, but more of them are 
insoluble in water, and generally these insoluble 
compounds are soluble in excess of the iodide, 
forming double iodides. 

Silver Iodide. — Soluble iodides give with solu- 
tion of silver nitrate a yellow precipitate of silver 
iodide. The precipitate is soluble in excess of the 
iodide, forming a double iodide (KLAgI). It is 
insoluble in dilute nitric acid, and almost insoluble 
in dilute ammonia. Soluble in thiosulphate and 
potassium cyanide. 

Mercurous and lead Iodides. — These have 
already been described under their respective 
metals. ' 

Cuprous Iodide. — Sulphate of copper precipi- 
tates soluble iodides as white cuprous iodide, free 
iodine being liberated at the same time (a). In 
presence of reducing agents, as ferrous sulphate 
(/>) or sulphurous acid (<?), no free iodine is 
formed. Addition of ammonia assists the precipi- 
tation. 
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(a) 4KI-2Cu.S0 1 = Cu ± L^I 4 + 2K a S0 4 ; 

(b) L'KI - L'CuSO, ~ 2FeS0 4 

= CuJ, -h F^(S0 4 ), + KJSO, ; 

(c) 4KI -f 2CuSO. J- SO, + 2H.O 

= Cu,I, -f SK^SO, + H.SO, + 2HL 

Chlorides and bromides are not precipitated by 
these reagents. 

Liberation of Free Iodine. — The most delicate 
and characteristic tests for iodides depend on the 
liberation of free iodine, the presence of the iodine 
being then made evident by suitable means. 
Iodides are decomposed by many different re- 
agents, iodine being set free in the reaction, such 
as concentrated sulphuric or nitric acids, nitrous 
acid even in dilute solution, chlorine, bromine, etc. 

If a solution containing an iodide, even in ex- 
tremely minute quantity, be acidified with a few 
Irops of dilute sulphuric acid, then some starch- 
^iiste* added, and finally a couple of drops of 



* Starch- paste is made by mixing one part of starch with about 
100 parts of cold water and then heating until a solution is ob- 
ained that is almost clear. This solution should be freshly pre- 
.^r*"! f/*' *»«*»ii oTneriinent. 
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potassium nitrite, the solution will become blue, 
or if only traces of iodine are present, a reddish- 
violet. The test should always be made in a cold 
solution, as heat destroys the color. Chlorine 
may also be used for this test, but is not so well 
suited for it, as an excess bleaches the color. 

Another very delicate test for iodine is made 
by adding to the solution to be tested a few 
drops of chloroform or carbon disulphide, and 
then very carefully, drop at a time, a solution of 
chlorine water or a hypochlorite ; on shaking the 
mixture the liberated iodine dissolves in the chlo- 
roform or carbon disulphide with a beautiful 
violet or purple color. 

Other reagents that liberate iodine may be 
used for this test, such as nitrite and sulphuric 
acid. When chlorine or hypochlorite is used the 
reagent must be added carefully, since an excess 
of the reagent forms colorless iodine chloride. 

If iodides are heated with ferric sulphate or 
chloride, iodine is set free : 

2KI + Fe 2 (S0 4 ) 3 = Vf 2FeS0 4 + K 2 S0 4 . 

This may be used as a separation from chlo- 
rides and bromides. 

With manganese or lead dioxides and dilute 
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sulphuric or acetic acids, and with potassium di- 
chromate and dilute sulphuric acids, iodine is set 
free, and, unless in very small quantity, may be 
recognized by its violet color. 

Insoluhle Iodides. — Iodides insoluble in acid 
are fused with sodium potassium carbonate and 
the fusion treated as already given for bromides 
or chlorides. 

Bhivpipe Test. — Iodides when fused in the 
reducing flame in a salt of phosphorus bead satu- 
rated with cupric oxide give a green flame. 

HYDROCYANIC ACID (HCN or HCy). 

Cyanogen (C 3 N a ) is a colorless gas, having a 
characteristic odor, and when lighted burns with 
a violet flame. It may be prepared by the igni- 
tion of silver or mercuric cyanide. 

Hydrocyanic acid is a colorless, volatile liquid, 
boiling at 27° C, and having a very characteristic 
odor, resembling that of bitter almonds. 

It is soluble in water and alcohol in all propor- 
tions, but these solutions soon undergo decom- 
position if concentrated ; in dilute solution it is 
more stable. 

Hydrocyanic or prussic acid is one of the most 
poisonous substances known. The soluble cya- 
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nides are also exceedingly poisonous, anil great 
care must be taken in handling them. The cya- 
nides of the alkalies and alkaline earths are solu- 
ble in water, and the solutions obtained are 
decomposed by acids, even by carbonic acid. All 
cyanides are decomposed by evaporating with 
concentrated sulphuric acid. 

Potassium and sodium cyanides are valuable 
reducing agents. They can be fused without de- 
composition if air be excluded ; but when fused 
with substances capable of yielding oxygen, such. 
as metallic oxides, they reduce these and are con- 
verted into cyanate (a). Sulphides are reduced 
in the same way, yielding thiocyanate (J) : 

■ 

Sn0 2 + 2KCN = Sn + 2KCNO ; 
PbS + KCN = Pb + KCNS. 

The cyanides of the heavy metals are all decom- 
posed on ignition, yielding either the metal or a' 
carbide of the metal. 

Cyanides combine with the bases to form dif- 
ferent classes of compounds — as the simple cya- 
nides (as KCN), double cyanides (as AgCN,KCN), 
and compound cyanides (as E^FeCy c or KeCo^Cyi,). 

The simple cyanides (a) have a great tendency 
to combine and form soluble double cyanides (J), 
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from which solutions they are reprecipitated on 
acidifying with acid (#) : 

(a) Co(N0 3 ) 2 + 2KCy = CoCy 2 + 2KN0 8 ; 

(ft) CoCy, + 4KCy = CoCy 2 ,4KCy ; ■ _^ 

(c) CoCy *4KCy + 4HC1 = CoCy, + 4KC1 + 4HCy. 

In a compound cyanide the cyanogen is com- 
bined with the metal in such a way that the two 
act as if they were a simple element (such a com- 
bination is called a compound radical), and the 
metal no longer acts as it does in simple solutions ; 
for example, the iron in potassium ferrocyanide 
no longer gives the ordinaiy reactions of that 
metal, and, indeed, we use this very solution as a 
reagent to test for iron. 

These compound cyanides on addition of dilute 
acids give no precipitate of a cyanide, as the double 
cyanides do. On evaporation with strong sul- 
phuric acid, however, they are decomposed into 
hydrocyanic acid and metallic sulphate, which re- 
mains as a residue. 

Simjrfe Cyanides. — Silver nitrate added to a 
solution of hydrocyanic acid or a soluble cyanide 
gives a white precipitate of silver cyanide (a) 
which is easily soluble in potassium cyanide, form- 
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ing double cyanide (b) ; it is also soluble in am- 
monia ; insoluble in dilute nitric acid. On boil- 
ing with strong hydrochloric acid it is decomposed 
into silver chloride and hydrocyanic acid : 

(a) KCN + AgN0 8 = AgCN + KN0 8 ; 

(b) AgCN + KCN = AgCN,KCN. 

Silver cyanide on ignition is decomposed, yield- 
ing metallic silver, cyanogen, and some silver para- 
cyanide. 

Formation of Ferrocywnide. — If to a solution 
containing hydrocyanic acid or a cyanide a mix- 
ture of ferrous and ferric (a drop or two only of 
the feme is required) salt be added, then suffi- 
cient sodium or potassium hydrate to make the 
solution alkaline, and the mixture gently heated, 
the cyanide is changed to ferrocyanide, and on 
acidifying the solution a blue precipitate of Prus- 
sian blue is obtained : 

6KCN + FeS0 4 = K^CN), + Y^O A . 

Formation of Thiocyanogen (Sulphocyanogeri). 
— Another very delicate test for hydrocyanic acid 
or cyanides is made by adding to the solution a 
few drops of ammonia and a little strong ammo- 
nium sulphide (polysulphide) and evaporating to 
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dryness at a irentLe hear (best on water-bath). 
The ivsiuTie. which r.ow contains thioevanate, is 
made acid with hydrwl.lorie acid and a drop of 
feme chloride added, when the well-known blood- 
red color of ferric thioeyanate appears : 

KCN - (XH 4 VS, = KCXS - (XH 4 )-S X _,. 

The evaporation to dryness decomposes the ex- 
cess of ammonium sulphide, so that the residue is 
free from that compound. When making this test 
it is well to add the hydrochloric acid in moderate 
excess, otherwise acetates, phosphates, etc., if pres- 
ent, will interfere with the reaction. 

J/f/t/ro/errrwyraiic ArM (//,/<•■( CV) 6 ). — This 
acid is a colorless, ciystalline solid, easily soluble 
in water. The ferrocyanides of the alkalies and 
alkaline earths are soluble in water, most of the 
others insoluble. 

The insoluble compounds are easily brought 
into solution by boiling with sodium or potassium 
hydrates, the metal with which they were com- 
bined, if its hydrate is insoluble in the alkali, 
beintj left as a residue. 

= 2^^(011), + 3K l Fe(CN) r 
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If the metallic hydroxide is soluble in alkali 
(as Zn(OHX>,Pb(OH)sj, etc.) it also goes into solu- 
tion, and must be precipitated from the alkaline 
liquid by H 2 S. All ferrocyanides, as already 
stated, are decomposed by evaporation with 
strong sulphuric acid. Fusion with sodium or 
potassium nitrate effects the same result. 

Silver Ferrocyanide. — Nitrate of silver gives 
with ferrocyanides a white precipitate of silver 
ferrocyanide (Ag 4 Fe(CN) 6 ), insoluble in nitric 
acid and ammonia, soluble in potassium cyanide. 

The most characteristic test for ferrocyanides 
is made by adding to the slightly acid solution a 
few drops of a ferric salt, when, if ferrocyanides 
are present, a deep-blue precipitate (Prussian 
blue) will be formed. 

Cupric salts also give a characteristic red pre- 
cipitate. 

Hydroferricyanic Acid (JHJPe^CN)^. — 
Many of the ferricyanides are soluble in water, 
and all are decomposed in the same manner as 
the ferrocyanides. 

Nitrate of silver gives an orange-colored pre- 
cipitate of silver ferricyanide (Ag^F^CN),,), 
insoluble in nitric acid, soluble in ammonia, and 
potassium cyanide. 
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Ferric salts give no precipitate, but ferrous 
give a deep-blue precipitate of ferrous ferricyan- 
ide (Fe 3 Feo(CN), 2 ). This test is characteristic 
and exceedingly delicate. 

Tliiocyanic Acid {HydroHvlphocyanid). — Thio- 
cyanic acid or thiocyanates (sulphocyanides) are 
readily detected by the blood-red color given by 
ferric salts in hydrochloric-acid solution. 

HYDROSULPHURIC ACID (H t S). 

Sulphur at common temperatures is a solid 
body, generally of a yellow color, but precipitated 
sulphur is white. It is insoluble in water ind 
alcohol, soluble in benzol, petroleum, and car- 
bon disulphide, the latter substance being its 
best solvent. Amorphous sulphur is generally 
insoluble in the disulphide. There is also a col- 
loidal modification that is soluble in water. Sul- 
phur fuses at 115° C. and boils at 444° C. 

When heated in the air it burns with a bluish 
flame to sulphur dioxide, the latter being recog- 
nized by its well-known and characteristic odor. 
Strong oxidizing agents, as concentrated nitric 
■•-id, aqua regia, hydrochloric acid, and potassium 
V-n-st+t*, etc., with the aid of heat, dissolve sulphur 
uiily ff"-ininf '"ilpliurir acid. Potassium and 
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sodium hydrates dissolve it, on heating, to a yellow 
liquid containing sulphide and thiosulphate. 
Sulphur is often found in the free state in connec- 
tion with deposits of gypsum and rock salt, and 
in the vicinity of volcanic craters. Sicily furnishes 
a large proportion of the world's supply. 

Free sulphur in a substance can generally be 
easily detected by igniting it in the air, when it 
burns with a blue flame and the characteristic 
odor of sulphur dioxide. The test is best made 
by heating the mixture in a glass tube open at 
both ends, the tube being held in a slanting posi- 
tion and the heat applied to the part where the 
substance rests. 

If heated in a tube closed at one end the sul- 
phur volatilizes as ' yellowish-brown vapors that 
condense in the upper, cold portion of the tube 
to brown drops, turning yellow on cooling* 

Hydromlphwric Acid or Hydrogen, Sulphide 
at common temperatures and pressure is a color- 
less, poisonous gas, having the odor of rotten eggs. 
It is easily inflammable, burning to sulphur diox- 
ide and water. 

It is soluble in water, but the solution is not 
stable. For this reason, when used as a precipi- 
tating agent it should be freshly made. It is 
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Ferric salts give no precipitate, but ferrous 
give a deep-blue precipitate of ferrous ferricyan- 
ide (Fe 8 Feo(CN), 2 ). This test is characteristic 
and exceedingly delicate. 

Thiocyanic Acid (Hydromlphocyanic). — Thio- 
cyanic acid or thiocyanates (sulphocyanides) are 
readily detected by the blood-red color given by 
ferric salts in hydrochloric-acid solution. 

HYDROSULPHURIC ACID (H t S). 

Sulphur at common temperatures is a solid 
body, generally of a yellow color, but precipitated 
sulphur is white. It is insoluble in water find 
alcohol, soluble in benzol, petroleum, and car- 
bon disulphide, the latter substance being its 
best solvent. Amorphous sulphur is generally 
insoluble in the disulphide. There is also a col- 
loidal modification that is soluble in water. Sul- 
phur fuses at 115° C. and boils at 444° C. 

When heated in the air it burns with a bluish 
flame to sulphur dioxide, the latter being recog- 
nized by its well-known and characteristic odor. 
Strong oxidizing agents, as concentrated nitric 
«cid, aqua regia, hydrochloric acid, and potassium 
••hlovo+o ^c., with the aid of heat, dissolve sulphur 
; "J- lly, forming sulphuric acid. Potassium and 
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sodium hydrates dissolve it, on heating, to a yellow 
liquid containing sulphide and thiosulphate. 
Sulphur is often found in the free state in connec- 
tion with deposits of gypsum and rock salt, and 
in the vicinity of volcanic craters, Sicily furnishes 
a large proportion of the world's supply. 

Free sulphur in a substance can generally be 
easily detected by igniting it in the air, when it 
burns with a blue flame and the characteristic 
odor of sulphur dioxide. The test is best made 
by heating the mixture in a glass tube open at 
both ends, the tube being held in a slanting posi- 
tion and the heat applied to the part where the 
substance rests. 

If heated in a tube closed at one end the sul- 
phur volatilizes as ' yellowish-brown vapors that 
condense in the upper, cold portion of the tube 
to brown drops, turning yellow on cooling. 

Hydromlphuric Acid or Hydrogen Sulphide 
at common temperatures and pressure is a color- 
less, poisonous gas, having the odor of rotten eggs. 
It is easily inflammable, burning to sulphur diox- 
ide and water. 

It is soluble in water, but the solution is not 
stable. For this reason, when used as a precipi- 
tating agent it should be freshly made. It is 
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Sxlfhi'ltt. — Tr.-r =?"!:L:i-rs of the heavy metals 
a;-*: fo -:. i v-:v v. iirlv di^tri'.-ited ir. nature, and 
form ma.w •>: thr :~os: valuable ores- The sul- 
phi-ie- of thr alkalies aL*I a-kaiine earths are the 
oiilv ol** ~.0;bie i:- wa:er. The>-r and the sul- 
phide- of i:^.\. zir.*-. ai.d manganese are decom- 
posed by cold dilute mineral acids, with evolution 
of hydro-ulphuric acid. 

Of the other sulphide*, some are soluble in hot, 
strong hydrochloric acid : others require nitric 
acid or aqua n-iria (i.e.. chlorine). 

When nitric acid or mixtures yielding chlorine 
are used, hydrosulphuric acid is not liberated, but 
sulphur is set free (a and b), and frequently the 
action goes further, the sulphur being oxidized to 
sulphuric acid (c and d) : 

(a) :'.A^S-f-8HX0 3 

= (\ Aj?XO a + 3S + 4H,0 + 2NO ; 

(l>) HirS I CI,--: II.trCJl s + S; 

i) ."I'liS | s|l.\().(liot anil cone) 

= »H*SC) 4 + 8NO + 4H,0 ; 
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(d) S + 3C1 2 + 4H 2 = H£>0 A + 6HC1. 

Detection of Hydromlphnric Add. — When in 
the gaseous state or in solution this acid is easily 
recognized by its odor, or by bringing the acid in 
contact with lead or silver salts, when black pre- 
cipitates of sulphide- are formed. A convenient 
way of making the test is to hold in the gas 
a piece of filter-paper that has been moistened 
with lead acetate and then made alkaline by 
the addition of a drop or two of ammonia; 
if H 2 S is present, even in minute quantity, the 
paper shows a brown or black lustrous film of 
lead sulphide. Sulphides decomposed by hydro- 
chloric acid are tested in the same manner, by 
placing them in a test-tube with the acid and 
heating, a piece of paper moistened with lead 
acetate and ammonia being held at the mouth of 
the tube. 

Sulphides decomposed with difficulty by hydro- 
chloric acid, if treated in a small flask or test-tube 
with hydrochloric acid and finely divided iron 
free from sulphur (ferrum alcoholisatum), evolve 
HJ3 along with the hydrogen liberated by the 
action of the acid on the iron. If the flask or tube 
has been loosely corked, and a piece of acetate of 
lead paper fastened to the under side of the cork, 



238 HYDROSULPHURIC ACID. 

generally obtained by the action of acids on 
metallic sulphides (usually ferrous sulphide). 



FeS + 2HC1 = FeCl 2 + H 2 S. 

Sulphides. — The sulphides of the heavy metals 
are found very widely distributed in nature, and 
form many of the most valuable ores. The sul- 
phides of the alkalies and alkaline earths are the 
only ones soluble in water. These and the sul- 
phides of iron, zinc, and manganese are decom- 
posed by cold dilute mineral acids, with evolution 
of hydrosulphuric acid. 

Of the other sulphides, some are soluble in hot, 
strong hydrochloric acid ; others require nitric 
acid or aqua regia (i.e., chlorine). 

When nitric acid or mixtures yielding chlorine 
are used, hydrosulphuric acid is not liberated, but 
sulphur is set free (a and £), and frequently the 
action goes further, the sulphur being oxidized to 
sulphuric acid (c* and d) : 

O) sAgJS + 8IINO3 

= 6 AgNO, + 3S + 4H,0 + 2NO ; 

(//) Il.irS -|- t'L = IItrCl a + S ; 

(r) :»PkS i MINO^hot and cone.) 

= 3PbSG 4 + 8NO + 4H»0 ; 
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(d) S + 3CL, + 4H 2 = II 2 S0 4 + 6IIC1. 

Detection of Hydrosulphnric Acid. — When in 
the gaseous state or in solution this acid is easily 
recognized by its odor, or by bringing the acid in 
contact with lead or silver salts, when black pre- 
cipitates of sulphide are formed. A convenient 
way of making the test is to hold in the gas 
a piece of filter-paper that has been moistened 
with lead acetate and then made alkaline by 
the addition of a drop or two of ammonia; 
if IL>S is present, even in minute quantity, the 
paper shows a brown or black lustrous film of 
lead sulphide. Sulphides decomposed by hydro- 
chloric acid are tested in the same manner, by 
placing them in a test-tube with the acid and 
heating, a piece of paper moistened with lead 
acetate and ammonia beinor held at the mouth of 
the tube. 

Sulphides decomposed with difficulty by hydro- 
chloric acid, if treated in a small flask or test-tube 
with hydrochloric acid and finely divided iron 
free from sulphur (ferrum alcoholisatum), evolve 
ILS along with the hydrogen liberated by the 
action of the acid on the iron. If the flask or tube 
has been loosely corked, and a piece of acetate of 
lead paper fastened to the under side of the cork, 



240 HYDROSULPIIURIC ACID. 

the paper will be turned black or brown by the 
sulphide. Realgar, orpiment, and molybdenite 
are not decomposed. 

To detect sulphide in presence of free alkali or 
alkaline carbonate, a solution of lead hydroxide in 
sodium or potassium hydrate (made by adding the 
alkaline hydrate in excess to a soluble lead salt) is 
added, when even a trace of sulphide gives a black 
or brown precipitate ; or if the amount is very 
minute, simply a brown color (1 part of lead in 
1,000,000 parts of water may be detected in this 
way). 

Sodium nitroprusside 

(Na 4 Fe a (CN) 10 (NO) a ,2H 2 O) 

added to alkaline solutions is also a very delicate 
test for sulphides, giving a reddish- violet tint to 
the solution. 

Sulphides insoluhle in acids should be fused 
with sodium or potassium hydrate in a silver or 
nickel crucible. A soluble sulphide of the alkali 
is formed that can be tested by any of the 
methods just given, or, what is simpler, the fused 
.nass is placed on a piece of bright silver and 

»* listened with water, when the silver is turned 

,i?wk by the sulphide present. 
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Oxidation to Sulpliate. If a sulphide be fused 
with sodium potassium carbonate and an oxidiz- 
ing agent, as sodium nitrate or potassium chlorate, 
the sulphide is oxidized to sulphate. The fused 
mass is then digested with water and filtered, and 
the filtrate tested for sulphuric acid. This test 
is, of course, only conclusive in the absence of 
sulphates and all other substances containing 
sulphur (except sulphides), for all on fusion in 
this way yield sulphates. 

Blowpipe Test. — If a sulphide be heated in a 
glass tube open at both ends, in the same way as " 
given for free sulphur, sulphur dioxide will be 
given off, and may be recognized by its odor. 
Also, if heated in oxidizing flame of the blow- 
pipe, sulphides yield sulphur dioxide. 
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the paper will be turned black or brown by the 
sulphide. Realgar, orpiment, and molybdenite 
are not decomposed. 

To detect sulphide in presence of free alkali or 
alkaline carbonate, a solution of lead hydroxide in 
sodium or potassium hydrate (made by adding the 
alkaline hydrate in excess to a soluble lead salt) is 
added, when even a trace of sulphide gives a black 
or brown precipitate ; or if the amount is very 
minute, simply a brown color (1 part of lead in 
1,000,000 parts of water may be detected in this 
way). 

Sodium nitroprusside 

(Na 4 Fe 2 (CN) 10 (NO) 2 ,2H 2 O) 

added to alkaline solutions is also a very delicate 
test for sulphides, giving a reddish-violet tint to 
the solution. 

Sulphides insoluble in acids should be fused 
with sodium or potassium hydrate in a silver or 
nickel crucible. A soluble sulphide of the alkali 
is formed that can be tested by any of the 
methods just given, or, what is simpler, the fused 
mass is placed on a piece of bright silver and 
moistened with water, when the silver is turned 
black by the sulphide present. 
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Oxidation to Sulphate. If a sulphide be fused 
with sodium potassium carbonate and an oxidiz- 
ing agent, as sodium nitrate or potassium chlorate, 
the sulphide is oxidized to sulphate. The fused 
mass is then digested with water and filtered, and 
the filtrate tested for sulphuric acid. This test 
is, of course, only conclusive in the absence of 
sulphates and all other substances containing 
sulphur (except sulphides), for all on fusion in 
this way yield sulphates. 

Blowpipe Test — If a sulphide be heated in a 
glass tube open at both ends, in the same way as 
given for free sulphur, sulphur dioxide will be 
given off, and may be recognized by its odor. 
Also, if heated in oxidizing flame of the blow- 
pipe, sulphides yield sulphur dioxide. 






THIRD GROUP OF ACIDS. 



Acids which are not precipitated by either 
barium chloride or silver nitrate — viz., nitric acid 
and chloric acid. 

The chief characteristic of this group is that all 
the nitrates and chlorates are soluble in water, with 
the exception of a few basic nitrates. 

NITRIC ACID (HNO,). 

Nitrogen combines in five different proportions 
with oxygen — viz., NX), — NX)., or NO, — N s 8 , — 
N,0 4 or NO,. The N,0,N,0 3 and N 2 5 unite with 

water to form the acids — hyponitrous (HNO) 
nitrous (HNOo), and nitric acid (HN0 8 ). 

Nitric acid is the only one of common occur- 
rence, so we will only consider its reactions. 

The pentoxide (NoO ) is a colorless substance, 
crystallizing in six-sided prisms, which melts at 

342 
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30° C. It dissolves in water, with evolution of 
much heat, forming nitric acid : 

NA + H 2 = 2HNO,. 

Nitric acid is a colorless (when free from lower 
oxides of nitrogen), fuming liquid, very corrosive, 
and acting powerfully on organic tissues. It boils 
at 86° C, and its specific gravity is 1.52. It is a 
strong oxidizing agent, and is a solvent for many 
metals, in the latter case generally giving off nitric 
oxide (NO). 

Nascent hydrogen in alkaline solution reduces 
nitric acid to ammonia : 

KN0 8 + 8H = KOH + NI^OH + HgO. 

On ignition all nitrates are decomposed, leaving 
a residue of oxide of the metal. 

Commercially, nitric acid is made by heating 
sodium nitrate (Chili saltpetre) with strong sul- 
phuric acid : 

2NaN0 3 + H 2 80 4 = Na,S0 4 + 2HNO,. 

Since nitric acid forms no insoluble compounds 
with any of the metals, we are obliged to make 
use of other reactions for its detection. Its oxi- 
dation reactions afford an easy means of recogniz- 
ing it. 
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A'-tion on Copper. — It a nitrate be heated with 
metallic copper and concentrated sulphuric acid 
(the latter is added to liberate the nitric acid) in 
a test-tube, the tube becomes filled with reddish- 
brown fumes of nitrogen peroxide, formed by the 
oxidation of the nitric oxide : 

3Cu + &HX0 8 = 3Cu(XO,% + 2NO + 4H.O ; 

2X0 + 8 = 2X0 8 (reddish-brown fumes). 

Action on Ferrous Salts. — If a solution of 
nitrate is mixed with an equal volume of concen- 
trated sulphuric acid, and after the mixture has 
been cooled a little ferrous sulphate be poured 
very carefully down the side of the tube, so that 
the two solutions do not mix, a brown ring will 
form at the junction of the two liquids. In mak- 
ing this test it is advisable to have the solutions 
concentrated. On heating, the brown color dis- 
appears : 

2 KNO, + 411^0, + 10FeSO 4 
=2(F«K0 4 ) i NO + 3Fe,(S0 4 ) 3 + KjSO, + 4H,0. 

(Brown ring ) 

It will be seen from the equation that a part of 
the ferrous s«lt is oxidized, and that another por- 
tion combines with the nitric oxide liberated 
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by the reaction to form the brown compound 
(FeS0 4 ) 2 NO. It may perhaps make the action 
plainer to write the equation in two stages, thus : 

2KN0 8 + 6PeS0 4 + m$0 4 

= SFe^SO,), + 2NO + K^O, + 4H,0 ; 

4FeS0 4 + 2NO = 2(FeS0 4 ) 8 NO. 

Action on Indigo. — A little hydrochloric acid 
is boiled in a test-tube for a few moments, then a 
drop or two of indigo in sulphuric acid is added, 
and the solution again boiled ; the solution will re- 
main blue if the hydrochloric acid was free from 
chlorine. If a solution containing nitric acid or a 
nitrate is now added, and the solution again boiled,, 
the blue color disappears. The action is due to the 
liberation of chlorine, which reacts on the indigo. 
For this reason, any substance yielding chlorine 
(as chlorate) will give the same reaction. In, a 
negative way the test is very useful, for although 
the bleaching of the solution is not conclusive for 
nitrates, still if the color is not destroyed we know 
that nitrates (also chlorates) are not present. 

Action on Phenol. — A test that is well suited 
to the detection of nitrates when present only in 
minute quantities (as in well-water, etc) is made 
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r.T &dJ:L2 z~*o «:r :Lr*r*r tir*>« of a mixture of one 
jar: ; Ltl:I i .r^t- Li:- aeM >. four parts of concen- 
trate! -u-pL^rio acid, and rw... parts vf water to a 
solid l:::^:-. A i-edlisL-browc color is produced, 
wL:«:L •:Lin i :T=? to vell--»w on the addition of a 
few dr-.-j-s of ammonia. The color is due to the 
formation of a i.irro compound with the pheuoL 
(CM XO..uOIL i :er:e a..-id."> 

When it is desired to test a solution for nitrate 
in this wav the solution, which must be neutral 
or alkaline, is evaporated to dryness in a porcelain 
di-h and the mixture «»f plienoL etc., added to the 
residue. Chlnrat^. if present, must be removed by 
ignition before making this test, as thev scire much 
the same color. 

Xit rates cause <hrfl<r<} ration, if heated to a dull 
red with charcoal or organic matter, such as paper. 
The deflagration is caused bv the oxidation of the 
carbon by the oxygen of the nitrate. 

Free nitric acid may be detected by adding to 
the solution a few quill-cuttings and evaporating 

o dryness in a porcelain dish or beaker on the 

>at<M'-bath. 
I f any free nitric acid is present the quills will 

w * tailed yellow. 
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CHLORIC ACID (HCIO,). 

Chlorine forms four acids with oxygen — viz., 
hypochlorous acid (HCIO), chlorous acid 
(HC10 2 ), chloric acid (HC10 8 ), and perchloric 
acid (HCIO4). Hypochlorous and chloric acids 
are frequently met with, the first in the form 
of bleaehing-powder, also as Javelle water 
(NaCIO), the latter as potassium chlorate. 

Hypochlorites act as strong bleaching agents, 
especially in acid solutions, due to the liberation 
of chlorine. 

Solutions of hypochlorites are decomposed on 
boiling into chloride and chlorate. 

Hypochlorites may be detected by their, bleach- 
ing action on litmus paper, even in alkaline 
solutions, and by shaking their solutions with 
mercury the latter is changed to the yellow or 
red oxide. Chlorine under the same conditions 
gives mercurous chloride, white, and chlorates in 
neutral or alkaline solution do not attack mer- 
cury. With manganese salts hypochlorites give 
a brownish-black precipitate of hydrated manga- 
nese dioxide, and with silver nitrate they give a 
precipitate of silver chloride. 

The chlorates are all soluble in water. On 
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by adding two or three drops of a mixture of one 
part phenol (carbolic acid), four parts of concen- 
trated sulphuric acid, and two parts of water to a 
solid nitrate. A reddish-brown color is produced, 
which changes to yellow on the addition of a 
few drops of ammonia. The color is due to the 
formation of a nitro compound with the phenol. 
(C 6 II,(N0 2 ) 3 OH, picric acid.) 

When it is desired to test a solution for nitrate 
in this way the solution, which must be neutral 
or alkaline, is evaporated to dryness in a porcelain 
dish and the mixture of phenol, etc., added to the 
residue. Chlorates, if present, must be removed by 
ignition before making this test, as they give much 
the same color. 

Nitrates cause deflagration if heated to a dull 
red with charcoal or organic matter, such as paper. 
The deflagration is caused by the oxidation of the 
carbon by the oxygen of the nitrate. 

Free nitric acid may be detected by adding to 
the solution a few quill-cuttings and evaporating 
to dryness in a porcelain dish or beaker on the 
water-bath. 

If any free nitric acid is present the quills will 
>e turned yellow. 



CHLOBIC AOID. 347 



CHLORIC ACID (HCIO,). 

Chlorine forms four acids with oxygen — viz., 
hypochlorous acid (HCIO), chlorous acid 
(HC10 2 ), chloric acid (HC10 8 ), and perchloric 
acid (HC10 4 ). Hypochlorous and chloric acids 
are frequently met with, the first in the form 
of bleaching-powder, also as Javelle water 
(NaCIO), the latter as potassium chlorate. 

Hypochlorites act as strong bleaching agents, 
especially in acid solutions, due to the liberation 
of chlorine. 

Solutions of hypochlorites are decomposed on 
boiling into chloride and chlorate. 

Hypochlorites may be detected by their, bleach- 
ing action on litmus paper, even in alkaline 
solutions, and by shaking their solutions with 
mercury the latter is changed to the yellow or 
red oxide. Chlorine under the same conditions 
gives mercurous chloride, white, and chlorates in 
neutral or alkaline solution do not attack mer- 
cury. With manganese salts hypochlorites give 
a brownish-black precipitate of hydrated manga- 
nese dioxide, and with silver nitrate they give a 
precipitate of silver chloride. 

The chlorates are all soluble in water. On 
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ignition they yield oxygen, or, in some cases, 
oxygen and chlorine; in the first case the residue 
left is a chloride, in the latter an oxide. This 
action is employed in the production of oxygen 
from potassium chlorate : 

2X0103 = 2X01+302. 

Heated with organic matter, the chlorates cause 
deflagration acting much more strongly than the 
nitrates. A mixture of potassium chlorate and 
nitric acid forms a very powerful oxidizing agent. 

Hydrochloric acid decomposes chlorates, yield- 
ing chlorine and oxides of chlorine, the action 
varying with the conditions. If the chlorate 
present is not in too small quantity, the test-tube 
in which the experiment is made is filled with a 
yellowish-green gas of a very peculiar and dis- 
agreeable odor, and the solution as well becomes 
yellow. Solution of indigo is quickly bleached 
by it. 

Sulphuric acid also decomposes chlorates into 
perchloric acid and chlorine tetroxide : 

«KC10 3 + 3IL,S0 4 

9C1 A 1HC10 4 + 3K 2 S0 4 + 2HA 

r * - * r •< ^ncent rated sulphuric acid 

*■ rH K a ii 4 a,L ovaporating-dish, and a very 
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small quantity of chlorate added to it, the sul- 
phuric acid assumes an intense yellow color, due 
to the chlorine tetroxide. 

No heat should be used in this test, and only a 
small amount of the chlorate, otherwise a danger- 
ous explosion may result. 

If to the yellow solution just mentioned a drop 
of an aqueous solution of aniline sulphate be 
added, and then a few drops of water, a deep- 
blue color is produced (distinctive from nitric 
acid). 

Indigo in Presence of Sulphite. — If a solution 
containing chlorate be colored light-blue with a 
drop or two of indigo in sulphuric acid, the solu- 
tion made slightly acid with sulphuric acid, and 
sodium sulphite added drop at a time, the blue 
color of the indigo is at once destroyed, due to 
the sulphurous acid reducing the chloric acid and 
liberating chlorine or oxides of chlorine. 
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DETECTION OF THE ACIDS. 

We have now become acquainted with the 
most important of the individual reactions of the 
acids, and the next thing in order is to determine' 
some plan for recognizing them either when alone 
or mixed with others. 

The reactions occurring on the addition of hy- 
drochloric and hydrosulphuric acids in the separa- 
tion of the bases should always be carefully noted, 
as the presence of cei-tain acids will be revealed on 
the addition of these reagents. 

If the addition of hydrochloric acid causes an 
evolution of gas, one or all of the following acids 
may be present — carbonic, sulphurous, or hydro- 
sulphuric acids. The first is indicated by being 
odorless and giving a white precipitate with lime 
or baryta water ; the others, by their odor and the 
action of hydrosulphuric acid on agetate-of-lead 
paper. Hydrocyanic acid, if present, would also 
be liberated at this point, and might be recognized 
by its odor and by confirmatory tests* If the 
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original substance is a solid the same remarks ap- 
ply to the operation of dissolving it in acids. 

The color of the original solution and the ac- 
tion of hydrosulphuric acid show whether chromic 
acid is present or not. If the solution is red or 
yellow at first, and after addition of the hydro- 
sulphuric acid changes to a bluish green, chromic 
acid is present. 

It is not possible to make any scheme for the 
separation of the acids, similar to those used for 
the bases, but in the one given on the following 
pages I have endeavored to systematize the sepa- 
rations as much as possible. 
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SCHEME.— ACIDS. 



Boil the solution containing, the adds, with excess of Na,CO«: filter hot. 

(Note t.) 



Prboipitatk A. 
Contains oases and perhaps silicates, phosphates, and fluorides. 

Divide into two parts. 



Part 1°. 

Acidify with HNO,, and evaporate 
to dryness. Take up the residue with 
HNO t and H s O ; filter and wash. 



Part 8°. 
Acidify with HC t H,O t , and filter. 



Residue 1°. 

A white, gritty 
powder = SiO,. 

Test with meta- 
phoephate bead. 



Filtrate 1°. 

Add(NH 4 ),Mo,0,« 
a vellow crys- 
talline ppt.. = 
H,P0 4 . 



Residue 8°. 



Fiutrate t». 
Reject. 



If no SiO, has 
been found in resi- ^-.^^^-^^^ 
due 1°, treat residue 9* with HjSD* 

Sme.) in a Pb or Pt dish, and see if 
mes will etch glass; if they do=HF. 
Should SiO, have been found in resi- 
due 1°, treat 8° according to method 
given for fluorides in presence of 



Filtrate A. 

Contains the acids. 
Divide into two unequal parts. 



Part 1° (& of A). 

Add HNO t to faintly acid reaction; 
NH 4 OH until slightly alkaline, and boil until 
free NH 4 OH is driven off. Divide into two parts. 

(Note 2.) 



Part 1». 

Take a small portion 
of this neutral solution, 
and add BaCl 9 . A white 
ppt. = acids of Group 1. 
To thU ppt. add HC1: 
al 1 d issol vee xcept BaS0 4 : 
proves H,S0 4 . 



PartS*. 

Take a small 
of this neutral solution, 
add A * NO,, and then 
acidify with HNO1. Ppt. 
= acids of the 3d Group. 
?ote rhe color of the ppt. 
before and after addfni 
HNO,. (NoteS.) 



Part 2* (M of A.) 

Test a portion for HCK), 
ly evaporation to drynesRj 
1 adding a few drops of 
leentmCed sulphuricaddj 
e add t>seom«-* yellow If 
lorie acid is p i t s e n t. 
Evaporate another per- 
on to small bulk, cool and 
sidify with cone H48O4. 
set for HNO t with 

Brown ring = HNO.. 
HOIO,. HBr, HI, and 
I,Cr0 4 Impede this resjo- 

1 ion, and should be removed. 

(Note 4.) 
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SCHEME. —Concluded. 



If Group 1° has been found by test on part la, take the remainder of this 

solution and divide into four parts : 



V 



Acidify with HC1. 
and test for H a B0 3 
with turmeric 
paper. A red 
color = II,B0 8 . 
(Note 5.) Evapo- 
rate the same so- 
lution to dryness, 
and take up resi- 
due with a little 
HO and water; a 
white insol. resi- 
due = SiO a . (Note 
6.) 



2°. 

Add CaClo and 
a little NH 4 OH; 
i filter ppt. if any 
[(Note t); dry, and 
if SiO a has not 
been found in 2° 
test for HF by 
etching test. If 
SiO a has been 
found, then test as 
given for hydro- 
'fluoric acid in pres- 
ence of silica. 



8°. 

Acidify withHNO,, 
add (NH 4 ),Mo 7 O t4 , 
a yellow ppt. = 
H a P0 4 . If As a O, 
has been found 
in the test for 
bases, it should be 
removed by acidi 
fying with HC1. 
passing in H a 8 
gas, and filtering 
before testing for 
H,P0 4 . (Note 8.) 



4°. 

I f HsCrO* i B 
present, the solu- 
tion will he yellow. 
Confirm by acidify- 
ing with HC,H.O„ 
and adding 
PkKC.H.O,),, a 
yellow ppt. = 
PbCr0 4 . (Note 9.) 



H a 00 8 . Test the original solution with HC1; if effervescence, pass the 
gas into lime-water. A white ppt., soluble in HC a H t O», with effervescence 
proves H a CO s . 



If 2d Group hns been found to be present by test of Part 2*, test remainder 
of solution for acids of this Group as follows : Divide into four parts. 



1. 

Add a little OR a - 
and then a few 
drops of HO. then 
Na('K) vf»rv care- 
fully: the I is set 
free, and colors 
i^i purple: add 
more NaOO very 
carefully, and fi- 
nally the I color 
disappears, and 
the Br is then lib- 
erated and colors 
CS a brown. (Note 
10.) 



2. 



3. 



Acidify with Acidify with HO 
HO. and test with and add Fe a Cl« ; 
FcS0 4 , a blue p_pt.|a b|ue ppt. = 



= IMPeCy e V The 
Fe80 4 solution 
must be recently 
made. 



H«FeCy 6 . 



HO. 

When HI. HBr.H 4 FeCv«.H 6 Fe a Cy ]a 
and IK'y have nor been found, a white 
curdy ppt. on addition of AgNO., in- 
soluble in HN'n,, and soluble in NH 4 
oil - HO. HO uny also lie tested 
for hv menn* i »f H«S0 4 and MnO a . If 
"I. HBr, HCy. H 4 Ve('v„. and H e Fe a - 
y ia iip 1 present, see Note 1* for de- 
■••••■ "i of HO. I 



4. 

Acidify slightly 
with H a 80 4 ,and if 
HCy is present k 
is known by its pe- 
culiar odor. Care 
should l>etaken not 
to inhale this gas. 

If H 4 FeCy«. or 
H,(FeCy,),, ha* 
been foundin 2 and 
8, test for HCy as 
given in note 11. 



H t S. 

If present, will be found on acidify- 
ing the sodium carbonate solution 
with acid, when H a R will be given off. 
and will turn paper moistened with 
Pb((y ?,<>;,),, black. H.S is usually 
found in testing for the bases, an it is 
lil>erated when dissolving the original 
substance. (Note 18.) 
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Note 1. — Since the presence of the heavy 
metals interferes with many of the tests for acids, 
it is always best to remove them before beginning 
the analysis. If the substance under examination 
is a solution, or a solid that is easily soluble in 
water or acids, they are precipitated by adding 
to the solution or solid substance a slight excess 
of sodium carbonate, heating to boiling, and filter- 
ing. The acids, with the exception of those pre- 
cipitated from acid solutions on neutralization 
(phosphates, etc.), will be in the filtrate as soda 
salts. This and the residue are tested as given in 
the scheme. 

Another way of obtaining the solution for 
analysis is, if the substance is a solid, to extract 
it thoroughly with boiling water and filter. 

The filtrate is boiled with a slight excess of 
sodium carbonate and filtered, and the filtrate 
tested for acids according to the scheme. The 
precipitate contains only the bases, and may be 
rejected. The residue left after extracting the 
original substance with water is dried and fused 
in a platinum crucible, if no reducible metals are 
present, with about four parts of sodium potassium 
carbonate ; the fusion is boiled with water until 
completely disintegrated, and filtered. 



254 



DETECTION OF THE ACIDS. 



> HEME.— Cohdvdfd. 



If 'mZ- 



:■%■* 



*- ..„ * 



*,t :<sv. oc p*n :». take the 



of this 



»:I-;:;o:. ar.i drr:!* it:o fo*:r 



2*. 



3 s . 



A'l'j .?t ir.rh KC .% 1 S CaC\ ax.i Acidfv withHNO,. 
-. T-- f r x:» ::•".•» * :.::> NH/.'H: *Ii NH 4 «Jf'»-0 M . 






4\ 

If H,<M> 4 U 

J4 . pment. the mmu- 

= .tion will be yellow. 



'*.:/. •. .rr:.rr.-::..>r : j-t. : any « y-iio» ppt. =.tfon will be yellow, 
pa I -r. A rr : No:* T: dry. a:.-i H,P0 4 . If A >,C» Confirm by acidify - 
".',. r .= ?f,E« »,. .? *.'".-, hi* to; ha* «en found in? with HCjHjO,. 
• N .*■'■ T f . K-.tkjr ,- !+-*z. fsiz.i in v- in the t*-st for and a d d i n g 



rv<- # h* x&rt.r w>- :-<>: f'-r HF by base*, it should he Pb.C,H,0,^, 
i-ii.ori to -:rjr.r--. r*.cr.:i.ir :■=*:. If removed by acidi yellow ppt. = 
ftn : *aic- ;,p r«»»- .Si» •, ha,* b*enfyin* with HCL FbCr0 4 . (NoteflL) 
•''h- w.:'!i a li".«r f.-jr:-l. :h*-r. :»-<: as paw.ir.g' in HjS. 
H'*: a:.'l wa'.er: a 2-iv*-n for hydro- sra« and filtering 
whir* i" wjI. r*--i- fluoric acid in pres- r*ef.. re testing for 
due = .Sio a . 'Not*: ence. of s:i>.:a. HjPCv <Note8.j 



II/'O,. T*st the original solution with HCI: if 
ens intu lirn**-wat'.-r. A whit*: ppt.. soluble in HC } H a O s , 
proves IIjCOj. 



effervescence, pan the 



rith 



Jf fM ';roup h«« t»e<-n found to be present by teat of Part 2", test remainder 
of :-"lulion for acids of this Group as follows : Divide into four parte. 



1. 

Add a little f 'K,,. 
nnd then a, few 
drops of HCI. then 
Naf'lO v*rv care- 
fully: the I i* net 
free, nnd colors 
f'S, purple: add 
rin in* S.'iCIO very 
• '.•iri'fullv, nnd H- 
nrillv 1 1 ■•- I color 
disappear**, and 
the \',v is then lib. 
•■rated and colore 
(S.j brown. (Note 



3. 



A c i d i f v with Acid if v with HCI 
HCI. am) test witb and add Fe,Cl 4 : 
FeS0 4 . a blue ppt. a blue ppt. = 
^!U(rVC> v ,. TheH 4 FeCy a . 
FeS0 4 solution 
must be recently, 
mude. 



Acidify slightly 
with HfSO^.and If 
HCy is present It 
is known by It* pe- 
culiar odor. Care 
should betaken not 
to inhale this Kan. 

If H 4 FeCy«. or 
H,(FeCy,).. he* 
been foundln 9 and 
8, text for HCy ae 
given in note II. 



HCI. 

\Vlii.|iHI.HHr,H 4 Fe( , .Vi,.H«Fe. i Cy l9 
ami ll('v huve not been found, a white 
curdv ppt. on adilition of AirNO., in- 
soluble i n UNO,, and soluble in NH 4 
<>H IK'I IK'I liny hNo In> tested 
f«ir liv menus nf l|_K<> 4 and MuO,. If 
Ml. Illlr. IU'v. H 4 Ve<v„. and H a Fe f . 
I IIP 1 present, sec Note 1% for do- 
lon of Mel. 



H,S. 

If present, will be found on acidify- 
ing the sodium carbonate solution 
with acid, when H 9 S will be given off, 
and will turn paper moistened with 
>>h(<H ,<),,), black. H.S is usually 
found in t«»stin<r for the ba*ea. an It ill 
lilM*rated when dissolving the original 
substance. (Note 13.) 
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Note 1. — Since the presence of the heavy 
metals interferes with many of the tests for acids, 
it is always best to remove them before beginning 
the analysis. If the substance under examination 
is a solution, or a solid that is easily soluble in 
water or acids, they are precipitated by adding 
to the solution or solid substance a slight excess 
of sodium carbonate, heating to boiling, and filter- 
ing. The acids, with the exception of those pre- 
cipitated from acid solutions on neutralization 
(phosphates, etc.), will be in the filtrate as soda 
salts. This and the residue are tested as given in 
the scheme. 

Another way of obtaining the solution for 
analysis is, if the substance is a solid, to extract 
it thoroughly with boiling water and filter. 

The filtrate is boiled with a slight excess of 
sodium carbonate and filtered, and the filtrate 
tested for acids according to the scheme. The 
precipitate contains only the bases, and may be 
rejected. The residue left after extracting the 
original substance with water is dried and fused 
in a platinum crucible, if no reducible metals are 
present, with about four parts of sodium potassium 
carbonate ; the fusion is boiled with water until 
completely disintegrated, and filtered. 
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SCHEME. —Concluded. 



If Group 1° has been found by test on part la, take the remainder of this 

solution and divide into four parts : 



1°. 

Acidify with HCI. 
and test for HjBOs 
with turmeric 
paper. A red 
color - H,BO a . 
(Note 5.) Evapo- 
rate the same so- 
lution to dryness, 
and take up resi- 
due with a little 
HCI and water; a 
white iusol. resi- 
due = SiO a . (Note 
6.) 



2°. 

Add CaCl a and 
a little NH 4 OH; 
| filter ppt. if any 
(Note 7); dry, and 
if SiO a has not 
been found in 2° 
test for HF by 
etching test. If 
Si() a has been 
found, then test as 
given for hydro- 
fluoric acid in pres- 
ence of silica. 



8°. 

Acidify withHNO,, 
add (NH 4 ) e Mo 7 O a4 . 
a yellow ppt. = 
H 8 P0 4 . If As a O, 
has been found 
in the test for 
bases, it should be 
removed by acidi 
fying with HCI. 
passing in H a 8 
gas, and Altering 
before testing for 
HjPCU. (Note 8.) 



4°. 

I' H1OO4 is 
present, the solu- 
tion will he yellow. 
Confirm by acidify- 
ing with HC,H t O„ 
and adding 
PWC.H.O,),, a 
yellow ppt. = 
PbCr0 4 . (Noted.) 



H^OCV Test the original solution with HCI; if effervescence, pass the 
gas into lime-water. A white ppt., soluble in HC a H a O a , with effervescence 
proves H 9 C0 8 . 



If 2d Group has l>een found to be present by test of Part 2*, test remainder 
of solution for acids of this Group as follows : Divide into four parts. 



1. 

Add a little CS a . 
and then a few 
drops of HCI. then 
NaClO vf»rv fare- 
fully; the I is set 
free, and colors 
V^ purple: add 
more NaOlO very 
carefully, ami fi- 
nally the I color 
disappears, and 
the Hr is then lib- 
erated and colors 
CK a brown. (Note 
10.) 



2. 



3. 



Acidify with Acidify with HCI 
TKM. and test with and add Fe a Cl e ; 
FeS0 4 . a blue ppt. a blue ppt. = 
=H,(FeCy.V Thej^FeQy,. 
Fe80 4 solution 



must 
made, 



be recently 



HCI. 

When HI. HBr. H 4 Fe(\v„. H,Fe a Cy „ 
and HCy have not been found, a white 
curdy ppt. on addition of AgNO., in- 
soluble in UNO, . and soluble in NH 4 
HI HCI. HCI liny also lie tested 
r bv iv-in* 1 if H-S6 4 and MnO,. If 
H" »Cy, H 4 Ve'v 'nil H ^-,. 



. r 



4. 

Acidify slightly 
with H,80 4 ,and If 
HCy is prevent It 
is known by itn pe- 
culiar odor. Care 
should betaken not 
to inhale this gas. 

If H 4 FeCy«. or 
H 6 (FeCy 6 ) a , h&M 
been found in 2 and 
8, test for HCy as 
given in note II. 



H,S. 

If present, will be found on acidify- 
ing the sodium carbonate solution 
with neiil. when H a H will be given off. 
anil will turn paper moistened with 
Phic.H ,<),,), black. H.S is usiiallv 
found in testing for the oases, a* it is 
liberated when dissolving the original 
substance. (Note 13.) 
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Note 1. — Since the presence of the heavy 
metals interferes with many of the tests for acids, 
it is always best to remove them before beginning 
the analysis. If the substance under examination 
is a solution, or a solid that is easily soluble in 
water or acids, they are precipitated by adding 
to the solution or solid substance a slight excess 
of sodium carbonate, heating to boiling, and filter- 
ing. The acids, with the exception of those pre- 
cipitated from acid solutions on neutralization 
(phosphates, etc.), will be in the filtrate as soda 
salts. This and the residue are tested as given in 
the scheme. 

Another way of obtaining the solution for 
analysis is, if the substance is a solid, to extract 
it thoroughly with boiling water and filter. 

The filtrate is boiled with a slight excess of 
sodium carbonate and filtered, and the filtrate 
tested for acids according to the scheme. The 
precipitate contains only the bases, and may be 
rejected. The residue left after extracting the 
original substance with water is dried and fused 
in a platinum crucible, if no reducible metals are 
present, with about four parts of sodium potassium 
carbonate ; the fusion is boiled with water until 
completely disintegrated, and filtered. 
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The filtrate is tested in the same way as that 
obtained by boiling the original substance with 
the carbonate. If phosphoric acid is not found 
in the filtrate the residue, or a portion of it, should 
be dissolved in nitric acid and tested for that acid, 
as phosphates of the alkaline earths and alumina 
are not completely decomposed by fusion in this 
way. 

Note 2. — Care must be taken to add only 
enough nitric acid to make the solution slightly 
acid ; it should then be boiled to expel carbonic 
acid before adding the ammonia. A precipitate 
sometimes forms at this point (bases soluble in 
excess of hot sodium carbonate) which should be 
filtered off. 

If much nitric acid is used the subsequent ad- 
dition of ammonia will form a considerable quan- 
tity of ammonium nitrate, which interferes with 
the test for borates, fluorides, etc. 

Note 3. — The color of the silver precipitate 

>f ten indicates the presence of certain acids. For 

example, if the precipitate is yellow in the neutral 

solution and changes to white on the addition of 

■ iMc acid, this would show the probable presence 

rf ,)h< Ml^nV acid (or arsenious), as well as the 

-.id» </ the second group. Acids of 



»!«lfr-l ■* 
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the latter group giving strongly colored precipi- 
tates could not be present (iodides, sulphides, and 
f erricyanides) if the insoluble portion of the pre- 
cipitate was white. 

Note 4. — The test for nitric acid should be de- 
ferred until it has been determined if any of these 
acids are present. 

Chloric acid, if present, is removed by evaporat- 
ing a portion of the alkaline solution to dryness 
and then igniting it. The residue is dissolved in 
very little water and tested for nitrate with sul- 
phuric acid and ferrous sulphate. Chromates (in- 
dicated by their yellow color) are removed by 
making the solution slightly acid with sulphuric 
acid and adding sodium sulphite ; the sulphurous 
acid liberated reduces the chromate to chromium 
sulphate, which is then precipitated by ammonia, 
and the filtrate after concentration tested for nitric 
acid. Hydriodic and hydrobromic acids are re- 
moved by precipitation with silver sulphate. 
(This is readily made by dissolving a silver coin 
in a little hot concentrated sulphuric acid and 
after cooling diluting with water.) 

Note 5. — Remember, in making this test, that 
the solution must be acid with hydrochloric, but 
not strongly so. 
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Note 6. — Silica is not generally met with ex- 
cept in minerals, and if the mineral is one decom- 
posable by acid (except hydrofluoric) it is readily 
found by eyaporating the acid mixture to dryness, 
with frequent stirring, at a temperature not ex- 
ceeding 110-1 15° C. 

The thoroughly dried mass (which should giye 
no odor of acid) is moistened with a little concen- 
trated hydrochloric acid (if silyer or lead are 
present use nitric acid), some water added, and the 
mixture boiled for some time. On filtering, the 
silica will be left as a white, gritty powder. Sili- 
cates not decomposed by acids are fused with 
sodium potassium carbonate, the fusion digested 
with water, then, without filtering, acidified with 
hydrochloric or nitric acid and evaporated to dry- 
ness, and treated as just given for decomposable 
silicates. 

Note 7. — Of course, other acids besides hydro- 
fluoric will give a precipitate at this point (phos- 
phoric, sulphuric, etc.), so the mere fact of a 
precipitate forming is no proof of hydrofluoric 
acid. It is well to try its solubility in acetic 
acid ; if soluble, no fluoride is present, and no 
further test is necessary. In the case of minerals 
li'"oiiiposal>le by sulphuric acid, the test may be 
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inside to advantage directly on the finely pulver- 
ized substance. 

Note 8. — If arsenic acid is present care must 
be taken to remove it completely by passing 
ILS into the hot solution (70° C.) for at least 
half an hour. The solution should only be 
slightly acid with nitric acid, since the latter in 
strong solution decomposes the H 2 S. Boil out 
the H 2 S thoroughly before adding the molyb- 
date. 

Phosphates, unless present in very minute 
quantity, may be tested for with "magnesia mix- 
ture" (MgCL + NH 4 C1 + NH 4 OH) instead of the 
molvbdate. In this case the arseuic, if present, 
must be removed, as before, by acidifying (but 
with 1IC1) and precipitating with H 2 S. The 
filtrate is then made strongly alkaline with 
ammonia and the magnesia mixture added. 

Note 9. — When chromates are present in a 
mixture, as already stated, they are reduced by 
ILK when precipitating the metals, and chromium 
will then be found among the bases as well as 
with the acids, although it may only be present in 
the acid form. In such cases, in order to deter- 
mine if basic chromium is present, it should be 
tested for in precipitate A where it will have 
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been left by the treatment with sodium car- 
bonate. 

Note 10. — The hypochlorite should be added 
only a drop at a time at first and a weak solution 
used, for if the iodine is present in small quantity 
any excess of the hypochlorite would destroy the 
color. When a large amount of iodine is present, 
and the carbon disulphide becomes very dark in 
color, instead of adding more hypochlorite to 
remove the color it is a better plan to filter the 
solution through a wet filter ; the disulphide, with 
its dissolved iodine, remains on the paper, and to 
the filtrate is added fresh carbon disulphide, and 
the test proceeded with as before. For traces of 
iodine it would be better to use the starch test. 

Cyanides, if present, should be removed before 
testing, as thev interfere with the liberation of 
the iodine. 

For method of doing this, see Note 12. 

Note 11. — Unless the odor of the hydrocyanic 
acid is so decided as to be unmistakable, it is 
better to make the test with ferrous and ferric 
-'dt, obtaining the precipitate of Prussian blue. 

Or the test with alkaline polysulphide can be 
■*e<1 *oriiiins; thiocyanate. 

IT (U » iii-<*r«j n <.A of feiTo orferri cyanides these 
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tests cannot be used. The simplest method of 
separation in such cases is to add an excess of 
hydrogen sodium carbonate (bicarbonate) to the 
solution in a flask fitted with a cork and bent 
delivery-tube (or better, connected with a con- 
denser), and boil, passing the vapors over into a 
solution of potassium hydrate. The heating 
should be continued until the liquid in the flask 
has nearly all distilled over. The hydrocyanic 
acid of the cyanide is set free in the reaction and 
passes over with the steam into the alkali, form- 
ing potassium cyanide, on which any of the usual 
tests for cyanide can be made. 

Note 12. — The presence of cyanides and ferro- 
and ferricyanides interferes with the usual test 
for hydrochloric, hydrobromic, and hydriodic 
acids, so they must be removed before these acids 
can be tested for. This is done by precipitating 
them all as silver salts, filtering, drying, and ignit- 
ing the precipitate. The cyanogen compounds are 
all destroyed by this treatment, while the iodide, 
bromide, and chloride of silver are unchanged. 
The ignited residue is then fused with sodium 
potassium carbonate, and the fusion extracted 
with water and filtered. The filtrate contains the 
acids as sodium iodide, bromide, and. chloride. 
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Another simple way of decomposing the fused 
silver salts is to cover them with a little water, 
add a few drops of sulphuric acid and a piece of 
zinc, and allow to stand for some time. The solu- 
tion will contain the acids as zinc iodide, bromide 1 , 
and chloride, and the residue metallic silver. 

2 AgCl + Zn = 2 Ag + ZnCl* 

Chlorides cannot be tested for in the pres- 
ence of iodides and bromides by the ordi- 
nary methods, and some special method must be 
adopted. There are several different ways of 
accomplishing it, one of the simplest of which is 
the following: Make the solution slightly acid 
with sulphuric acid, add a concentrated solution 
of ferric sulphate (ammonium ferric sulphate is a 
convenient form in which to use it), and boil; the 
iodine is liberated and carried off with the steam. 
As soon as no more iodine is set free (indicated 
l>y absence of violet fumes, or by test with paper 
moistened with starch-paste giving no blue color) 
solution of potassium permanganate is added and 
he solution again boiled. If the color of the per- 
manganate disappears, more is to be added, and in 

.fl«*i"ii* 'iiiautity to give a violet or purple color 
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to the solution that does not disappear quickly, 
even on boiling. 

The permanganate decomposes the bromide, 
which is evolved as free bromine, and brown ox- 
ide of manganese precipitates. The solution is 
filtered, and the remaining permanganate decom- 
posed by adding a few drops of alcohol, warming, 
and filtering. Silver nitrate is added to the 
filtrate, giving, if chlorides are present, a white, 
curdy precipitate of silver chloride. 

Another method of detecting chlorides in the 
presence of iodides and bromides is to add to the 
neutral solution lead dioxide and acetic acid and 
boil until no more iodine or bromine is evolved 
and the solution becomes colorless. 

Filter and wash the precipitate with hot water, 
and test in the filtrate for chlorides with silver 
nitrate. 

Note 13. — When there is any doubt as to the 
presence of sulphide the surest plan is to fuse 
the finely divided substance with sodium or 
potassium hydrate in a silver or nickel crucible 

* 

and test the fused mass on bright silver. (See 
hydrosulphuric acid.) 



, I 



Section III. 



COMPLETE ANALYSIS, INCLUDING THE 

METALS AND ACIDS OF ALL 

THE GKOUPS. 

Having completed our study of the individual 
reactions of the different bases and acids as well 
as the separation and detection of the members of 
each group when present together in solution, all 
that now remains to be accomplished is to connect 
these different group ■ separations into one con- 
nected method that will be applicable in almost 
all cases that may arise. 

Before proceeding further it will be well to 
call attention to the fact that success as an 
analyst will depend on several tilings. Rapidity 
in work can only be attained by neatness and 
an intelligent use of time. Lack of neatness and 
older not only cause the loss of much valuable 
time, but they are also fruitful sources of error. 
The student should endeavor to make use of 
every moment, and for this reason should ac- 
custom himself to carry on several operations at 

e same time. For instance, while filtering a 
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group-precipitate he can test the first few drops 
of the filtrate to see if the precipitation has been 
complete, and, if so, he can then determine if 
any of the metals of the succeeding group are 
present. He then knows in just what manner 
to treat the filtrate when it is ready — whether to 
add the reagents for the next group, or, if his tests 
have shown that it is not present, he can go on to 
the precipitation of the remaining groups. Be- 
sides making these tests, he will very likely have 
had time to investigate some other precipitate that 
has already been filtered and washed. Another 
point of special importance is to know exactly 
under what conditions each precipitation should 
be made, and every one should make it a rule, ' 
which should be rigidly adhered to, never to add 
any reagent until he hiows why it is wed, and 
xcli at it is expected to do. No one will ever be a 
good and intelligent analyst who adds a reagent 
simply because his book tells him to do so. He 
must know the reason why, and if he does not, 
he should go no further until he does know. 

After a precipitate has been obtained, it is 
very important in most cases that it should be 
thoroughly washed, and the thoroughness of the 
washing should be determined by a confirmatory 
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test. For instance, test the washings with silver 
nitrate when washing out a solution containing 
chlorides. Never, because you are in a hurry, 
slight this important part of your analysis. 

Every student should bear in mind when mak- 
ing an analysis that he has two objects in view. 
One, of course, is to determine what the constitu- 
ents of the substance are ; and the other, which is 
of equal or even greater importance at this stage 
of his course, is to gain an intelligent understand- 
ing of the methods used. 

Let us return now to a study of what is neces- 
sary in order to make a complete analysis of any 
mixture. In the first place, the substance to be 
examined, if not already in the liquid form, must 
be gotten into solution. Frequently this is a veiy 
simple operation, as, for example, when . the ma- 
terial is soluble in water or acids ; but in some 
cases it is more difficult, as in the case of a sub- 
stance insoluble in acids, and requiring fusion to 
decompose it, such as barium sulphate and many 
silicates. 

Before attempting to dissolve any substance 
f other than alloys) it should always be pulverized 
-«id ?o f t^n into the finest powder possible; the 
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finer it is, the more rapidly will it go into solu- 
tion, or be decomposed by fusion if the latter 
proves necessary. 

It is well at this point, before proceeding to get 
the material into solution, to make a preliminary 
examination on charcoal and in the glass tube, as 
much valuable information is often gained in this 
way without the expenditure of much time or 
labor. 



PRELIMINARY EXAMINATION. 

Test A. — Heat a portion gently with oxidis- 
ing flame upon charcoal. 

Sb. — White pulverulent volatile coat. 

The compound often continues to form in dense 
white fumes after cessation of blast. The coat- 
ing disappears before reducing flame, tingeing it a 
pale yellow-green. 

As. — White very volatile crystalline coat. 

The coat disappears before reducing flame, tinge- 
ing it pale blue, and evolving a characteristic garlic 
odor. 

Test B. — Heat a portion gently with the reduc- 
ing flame on charcoal, and note results. Then add 
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finer it is, the more rapidly will it go into solu- 
tion, or be decomposed by fusion if the latter 
proves necessary. 

It is well at this point, before proceeding to get 
the materia] into solution, to make a preliminary 
examination on charcoal and in the glass tube, as 
much valuable information is often gained in this 
way without the expenditure of much time or 
labor. 



PRELIMINARY EXAMINATION. 

Test A. — Heat a portion gently with oxidis- 
ing flame upon charcoal. 

Sb. — White pulverulent volatile coat. 

The compound often continues to form in dense 
white fumes after cessation of blast. The coat- 
ing disappears before reducing flame, tingeing it a 
pale yellow-green. 

As. — White veiy volatile crystalline coat. 

The coat disappears before reducing flame, tinge- 
ing it pale blue, and evolving a characteristic garlic 
odor. 

Test B. — Heat a portion gently with the reduc- 
ing flame on charcoal, and note results. Then add 
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some sodium carbonate and heat strongly with the 
reducing flame for three or four minutes. 

Ah. — Garlic odor and a faint white volatile 

coat. 

(M. — Dark-brown volatile coat, sometimes shad- 
ing to greenish yellow, and usually surrounded by 
a variegated coloration resembling the colors of 
1 >eacock feathers. 

Zn. — White not easily volatile coat, yellow 
when hot. 

Sit. — White non-volatile coat close to assay, 
and usually small in amount. 

White coats may form from Pb, Bi, or alkalis; 
yellow coats from Pb or Bi ; brown or red coats 
from Cu or Mo; and the ash of the coal may be 
white or red. If any coat forms, examine it for 
Zn and Sn by moistening it with cobalt solution 
and blowing a strong l>lue flame on the substance. 
The coaling turns green if Zn or Sn are present. 
Tim coatings from other elements will not prevent 
the cobalt coloration. 

Tkst (-. -Mix a portion of the substance with 
more than an equal volume of bismuth flux* and 
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heat gtntly upon a plaster tablet with the oxidiz- 
ing flame. 

Ph. — Chrome • yellow coat, darker hot, often 
covers the entire tablet. 

Shi. — Brownish-orange coat. 

As. — Reddish-orange and yellow coat, darker 
hot. 

Sb. — Orange to peach-red coat, very dark when 
hot. 

Hg. — Gently heated, bright yellow and scarlet 
coat, very volatile ; becomes all scarlet on stand- 
ing ; but if quickly heated, the coat formed is pale 
yellow and black. 

Bi. — Bright scarlet coat surrounded by choco- 
late-brown with sometimes a reddish fringe. 

Tests in Glass Tube. — The glass tube used 
should be about 3 inches long and £ inch in diam- 
eter, and be of hard glass. One end is closed by 
fusing it in the Bunsen flame. » 

Some prefer to use a tube that has had a small 
bulb blown on one end. 

A little of the powdered substance is introduced 
into the tube so that it rests in the lower or closed 
end. It is then heated, gently at first, and finally 
at the highest heat possible. 

A. a. The substance remains unchanged; ab- 
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sence of organic matter, volatile or fusible sub- 
stances, and those containing water of crystalliza- 
tion. 

b. The substance blackens; indicates organic 
matter. 

c. The substance fuses without blackening, and 
no water is given off ; add a small piece of char- 
coal ; deflagration indicates nitrates or chlorates. 

d. Water is expelled, condensing in upper part 
of tube ; indicates either water of crystallization 
(such substances generally fuse, and after expul- 
sion of the water solidify again), or that derived 
from hydroxides or salts yielding water on igni- 
tion (NaIIC0 3 ), or moisture. 

The reaction of the water should be tested ; if 
alkaline it indicates ammonia, if acid a volatile 
acid (ILS0 4 , HC1, etc.). 

B. Gases are Evolved: 

SO*, recognized by its odor, indicates either 
sulphides, sulphites, or sulphates. 

JWA, known by its red color and odor, indi- 
cates nitrites or nitrates. Care should be taken 
iot to confuse it with bromine, which also forms 
"^d u:as. 

//, /?/•, and I may all be liberated, and when 
. lo«»> ire easily recognized by their odor and color. 
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NC or HCN indicates cyanogen compounds 
decomposable by heat. May be recognized by 
the odor. 

IL X S indicates sulphides (not anhydrous), also 
thiosulphates. Recognized by odor or lead-ace- 
tate paper. 

NH % indicates ammonium salts or the decompo- 
sition of cyanides containing water. Nitrogenous 
organic matter may also yield ammonia. 

C. A Sublimate Forms : 

S indicates sulphur in the free state or that de- 
rived from sulphides, many of which liberate sul- 
phur on heating in this manner. Recognized by 
forming reddish-brown drops that turn yellow on 
cooling. 

Hg. — Many of the mercury salts volatilize un- 
altered (the oxygen salts are decomposed on igni- 
tion), so that the sublimate in this case may be 
either metallic mercury or a salt of mercury. If 
doubtful, make another test by mixing some 
sodium carbonate with the substance before fus- 
ing, and covering this mixture, after placing it in 
the tube, with a layer of the carbonate, the mei> 
cury salts will be decomposed, yielding a subli- 
mate of metallic mercury. 

Arsenic. — Metallic arsenic gives its character* 







i**r -r: " Li""!iur.-^ "liar ir- ^:»::sa j<±Q^ 
-;i:r t;ii. ;■»-.".«- t :a :.■,». ^tt«j "Tie :xile 



*r. - * ■ -; - .'7*: ; - f :..r •-".*"ir.^r ri\ed with potas- 
* -. -:. '-. \*\. :. ':.* v :;. i : -r r ' 1-adrj: potassium h vdro- 
y-r. -. ,. : ;. -*v: &: a >- r L-Era:. ;ti?t sufficient to drive 
>, .» ».;.-•: - A -a**r. zKH.SO, - H.O = K-SO,, SO,) in 
a 'j.st'H *. ;r/<; i:. ♦.?,* -ame wav as in the first test. 
Many nub^anc:?* not affected by heat alone are 
fkromiiovr/l hv this n-aireut. The gases evolved 
are recognized, as in first test, by their odor color, 
ele. Fluorine may also be detected in this way, 
/i i I In- gas liberated attacks and corrodes the 
"I/imn, and should silica be present a drop of water 
held nt mouth of tube will become opaque. 

iSY//rf/. Test h few grains of powder in salt 
of phosphorus head for silica. 

The preliminary examination having been com* 
pleied. we arc ready to proceed with the opera- 
lion of getting the substance into solution. 
Should organic matter, such as oil, etc., be pres- 
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ent, it must be removed by digestin^With proper 
solvents, as naphtha, etc., or it may in many cases 
be destroyed by ignition. 

Solution. — It is always advisable to follow 
' some systematic plan when dissolving any mate- 
rial given for analysis. The following one, al- 
though it may seem tedious at first glance, will 
be found shorter in the long run than any hap- 
hazard attempts at solution. 

It will very seldom, if ever, happen that all of 
the bases and acids provided for will be found in 
any one mixture, so that the method will be 
materially shortened in almost all cases. When it 
is desired to get an idea as to the combinations, in 
which the different constituents of a substance 
exist, it is necessary to analyze the different solu- 
tions separately for both bases and acids. Even 
this will not always give the true combinations, 
for interactions may take place on the addition 
of the solvent that will wholly or partially 
change them. If it is only required to deter- 
mine the actual constituents without regard to 
their combinations, which is usually the case, 
the different solutions may be analyzed as one 
mixture, provided they do not precipitate each 
other. For example, before mixing a water or 
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.S:jf/-Vt.v— • •■: *\>~ V ola-* a:*- :«.» be treated as 
follow- : 

A. Hoi] -oni'r of th*- finely pulverized substance 
with water, i«-]H-atiiiir this treatment with fresh 
portions of water until thoroughly extracted. 

<t. AH t/issolres. 

7Vsf ho] nt ion according to Scheme Xo. 1. 

//. A n siil iir frmaliiH. 

filler, :iim I evaporate to dryness a few drops of 
■«m- i^rate in a platinum capsule, and see if any 
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appreciable residue remains ; if so, test filtrate ac- 
cording to Scheme No. 1, or reserve to be com- 
bined with acid solution B or C. 

B. Residue insoluble in water. 

Treat a portion of this residue with dilute hy- 
drochloric acid, applying heat if necessary. If it 
does not dissolve completely, allow it to settle and 
then decant the solution, and to the residue add 
some concentrated hydrochloric acid, and boiL* 
If everything has now gone into solution the acid 
liquids are evaporated to small bulk, diluted with 
water, and precipitated with HjS in the usual way. 

a. In case the foregoing treatment has not 
effected complete solution, keep the dilute acid 
liquid, and the one with strong acid containing 
the undissolved residue for future use. 

C. Hydrochloric acid not hawing effected com- 
j)Iete solution, take another portion of B and boil 
with nitric acid, and add water. If all dissolves, 
evaporate to expel excess of acid, dilute with 
water, and add to solution A, J. Should the ad- 
dition of water cause a precipitate, it is proba- 
bly bismuth, which will redissolve on the addi- 



* The presence of carbonate is always revealed at this point bf 
the evolution of CO,. Sulphides also are frequently detected hen 
by the evolution of H,S. Also many cyanides. 
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tion of a few dr» »ps of nitric acid. The solution 
is now tested in the usual wav. 

//. If the boiling nitric acid does not effect 
complete solution, test a few drops of the liquid, 
after dilution with water, with dilute hydro- 
chloric acid f«»r silver and lead (mercurous salts 
would have been oxidized to mercuric). 

b. Silver or U* id **dt* are not present. — 
Mix th* nitric acid solution and residue with 
the hydrochloric acid solutions (B, a) and the 
residue insoluble in that acid ; boil the mixture, 
which now forms aqua regia, for some time ; 
and if there is still a residue left, dilute, and 
filter and wash precipitate, and treat the latter 
according to D. The filtrate, after getting rid 
of the excess of acid by evaporation is combined 
with the water solution A b and analyzed in the 
usual manner. 

e. Sili^r or lead salts are present — Dilute 
the strong! v acid solution and filter, washing the 
residue thorou"hlv. Then treat this residue first 
by boiling with fresh hydrochloric acid (not that 
used in !>,//), and if this does not dissolve it com- 
pletely, then add souk* nitric acid, forming aqua 
a, and boil again. If a residue still remains, 
(after dilution) and wasli and proceed with 
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it as in D. Reserve filtrate, which is to be mixed 
with the water and nitric acid solutions later on. 
Silver and lead salts being present, the water and 
nitric acid solutions are mixed, the silver, lead, and 
mercurous salts (the latter from the water solution) 
precipitated by hydrochloric acid and the filtrate 
mixed with the aqua regia solution, excess of acid 
expelled by evaporation to small bulk, the solu- 
tion diluted and precipitated with HgS as usual 

D. Residue i?i8oluble in aqua regia. 

This residue may contain AgCl, PbS0 4 , 
BaS0 4 , SrS0 4 , CaS0 4 , SiO, , and silicates, A1*0, , 
CrA^CaF^C, S, SnO* 

a. If the residue insoluble in aqua regia is 
white, take a few grains of it and add a drop or 
two of ammonium sulphide; if silver or lead is 
present it will turn black. In case D is daik 
colored test a small portion on charcoal or plaster 
for Ag and Pb. If found, by either test, proceed 
according to c; if not, according to residue 2°. 

b. Test another small portion in a glass tube 
closed at one end for S if its presence has not 
already been determined in the preliminary tests. 

<?. Silver and lead salts are present* 

Take some of the residue, and heat with a con- 
centrated solution of NH4C*H 8 O s ; filter, and re- 
peat treatment until lead salts are all removed. 
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Metals or Alloys. 

Case 2°. The substance is a metal or an alloy. 
Boil with HN0 3 Sp. Gr. 1. 2, and evaporate nearly 
to dryness ; add a few drops of HNO^, dilute with 
water, boil and filter. 



Residue 1°. 

Residue is white and non metallic* Boil with strong 
solution of H s C 4 H 4 0«; if any residue remains filter ana 
wash. 



FlLTBATI 1°. 

Test according 
to Scheme No. 1. 



Filtrate 2*. 
Add a few 



Residue 8*. 
Place in a platinum capsule with a piece of sfnc and a 



drops of HC1. and little strong HC1. The H,SnO» will he reduced to metallic 
pass in H 9 S, an tin. Remove the sine, dissolve the tin in HOI, and test 
orange ppt. = solution with HgC1«: a white or gray ppt. proves 8n. 
Sb a 8,. Gold and platinum, if present, will be left undissolved bj 

the HOI. and should be tested for by dissolving in aqua 
regia, dividing solution into two parts, and tasting for 
?old with FeS0 4 , and for platinum with KOI. 



The substance now being in solution, we are 
ready to proceed with the analysis for the de- 
tection of the bases. As the separation of the 
metals of each group has already been explained. 
all that is necessary now is to show the connec- 
tion between the different group schemes. This 
is done in the following outline, in which it is 
seen that each group is tested for in the filtrate 



* If residue is metallic dissolve it in aqua regia and teat rotation 
for gold and platinum. Platinum alloyed with a Urge amount of 
silver is soluble in nitric acid. 
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obT&inel afir-r precipitating the preceding group. 
The ^alysis is then, first, a separation into 
sxr-Tips. and. aftrr that has been accomplished, 
:he separa:ion «.«f the individual members of the 
^r«:*up fr;-m taeh other. 

SoIurivL contains 1% 2 = , 3% I 3 , 5°, 6° groups. 

Add HCL 



PPT. 

Ar LPdCIj H* jCI, 



Feuxask. 
:■. 5*. 3\ r. 5* <*• diT.). and •» 
Aii H.S. 



Ppt 
5 *= d - " P" -?*• A3 I XH.C: * N*H«OH -r (XH^S. 



Aii NTI,^ 



Rrsiorc. Filtxat* PP? " l'ttdf»|wpi 



5*gr»up. €-™». * aDd ^ froU| * AddOfH^CO,. 



d* group (ex Jig). 



Mf and 1* group. 



Besides the main analysis, it is necessary to 
make special tests on portions of the original 
solution to determine the state of oxidation of 
certain of the metals, usually for iron, tin, and 
arsenic. The two oxides of mercury are gen- 
erally determined in the regular analysis; but it 
must be remembered that if it has been necessary 
to boil with acids in order to get the substance 
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into solution, that the mercurous salt may have 
been changed to mercuric. In cases of this kind, 
if mercuric salts only have been found in the 
regular course of analysis, it is always necessary 
to test specially for mercurous compounds. This 
may be done by digesting some of residue B with 
cold dilute hydrochloric acid and filtering; the 
residue is then washed with boiling water and 
tested with ammonia in the usual way for mercu- 
rous salt. 

If tin has been found, the oxide present is de- 
termined by testing some of the hydrochloric acid 
solution (water solution also should be tested in 
same way) with mercuric chloride for stannous 
salts and with sodium sulphate or nitrate for 
stannic. 

The two oxides of iron are tested for in the 
hydrochloric acid and water solutions with potas- 
sium ferricyanide for ferrous and thiocyanate far 
ferric salts. 

For arsenic, the difference in color of the silver 
salts, the tests with copper sulphate, the mag- 
nesium mixture test, and the time required for 
precipitation by H 2 S will generally show which 
oxide is present. 
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THE ACIDS. 

The different ways of preparing the solution 
for the determination of the acids have already 
been explained, as well as the methods employed 
for their detection; so it will be unnecessary to 
say anything further on that point, with the ex- 
ception of a few words in regard to the analysis 
of silicates and cyanides. 

Silicates. — The method generally employed in 
the analysis of silicates is to decompose them 
either by boiling with acid or by fusion with 
sodium-potassium carbonates (in the latter case 
the fusion is dissolved in water and made acid 
with hydrochloric acid), evaporating the acid mix- 
ture to dryness, heating to about 110° to 115°C. 
until no odor of acid is perceptible, then moisten- 
ing the residue with a little strong acid, adding 
vater, and boiling until only a white residue of 
silica is left. This is filtered out, and the filtrate 
»uialyzed in the usual way. The alkalies of course 
cannot be tested for in this solution in case the 
silicate has been decomposed by fusion. When 
required +^ 'U v^'n^e them, a separate portion is 
.r-.^^l *■ t« K y ..iiuoric and sulphuric acids, or 
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a part may be fused with barium hydrate, as 
explained under tests for silicic acid. 

Cyanides and Ferro- and Ferricyanides insolu- 
ble in acids are best decomposed by boiling with 
strong sodium or potassium hydrate, then adding 
sodium carbonate and boiling again. On filtering 
the residue will be free from cyanogen (except 
silver cyanide), and the filtrate will contain all of 
the cyanogen in combination with the alkalies, 
and besides this all of those metals whose hydrox- 
ides are soluble in alkali (Zn, Al, Pb, As, etc.). 
Before testing this solution for cyanide, ferro- and 
f erricyanide, etc., sodium sulphide should be added 
to it drop by drop as long as it causes any pre- 
cipitate, but avoid a large excess of the reagent. 
This treatment removes those metals whose sul- 
phides are insoluble in alkalies (Zn, Pb). Filter 
and add dilute sulphuric acid to the filtrate until 
it is slightly acid, then add HJ3 if the solution 
does not already smell of that gas. This will pre- 
cipitate any metals of the sixth group, and after 
filtering the solution may be tested for the cyano- 
gen acids, as already explained. 



REAGENTS. 



Hydrochloric acid, HOI (strong), sp. gr. 1.12, 
24# acid. 

Hydrochloric acid HC1 (dilute), sp. gr, 1.06. 

Nitric acid, HN0 3 (strong), sp. gr. 1.2, 32£ acid. 

Nitric acid, IIN0 3 (dilute), sp. gr. 1.1. 

Sulphuric acid, 1LS0 4 (cone), sp. gr. 1.84, 
95# acid. 

Sulphuric acid, HJS0 4 (dilute), sp. gr. 1.14. 

Acetic acid, HC 3 H 8 3 , sp. gr. 1.04, 30# acid. 

Jlj/drosulphuric acid, ILS, is used either in the 
gaseous form or as a solution in water. It is 
generally prepared from ferrous sulphide (FeS) 
and hydrochloric or sulphuric acid. The water 
solution is obtained by saturating water with the 
*as Tt. does not keep well and must be freshly 
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Tartaric acid, H 2 C 4 H 4 6 (crystallized), dis- 
solved in water as needed for use, 1 part acid to 
3 of water. 

Potassium hydroxide, KOH, solution of sp. gr. 
1.125, 15^ KOH. 

Sodium hydroxide may be used instead of the 
above. 

Potassium chromate, K 2 Cr0 4 , • 1 part to 10 
parts water. 

Ammonium hydroxide, NH 4 OH, solution of sp. 
gr. 0.96 = 10* NH* 

Sodium carbonate, NagCO^lOHjO, 2.7 ports to 
5 of water. 

Sodium hydrogen phosphate, NagHP0 4 ,1 2H 2 0, 
1 part to 10 parts of water. 

Sodium acetate, NaC-jHsOg ,3H s O, 1 part to 10 
parts of water. 

Sodium hypochlorite, NaClO. Some bleaching 
powder (chloride of lime) is dissolved in water, , 
and sodium carbouate solution added as long as a 
precipitate forms. Allow the precipitate to settle 
and then siphon off the clear liquid for use. 

Ammonium carbonate, (NH^COj,, 1 part of 
salt, 4 parts of water, and 1 part of ammonium 
hydroxide. • 
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Ammonium sulphide, (NH 4 )J3 aud (NH 4 ) 8 S X . 

Two solutions of ammonium sulphide are re- 
quired, one of the normal sulphide for the precip- 
itation of the 3° and 4° groups and one of poly- 
sulphide for the separation of 5° and 6° groups. 

The method ordiuarily used for the preparation 
of the normal sulphide does not yield this com- 
pound according to the researches of Bloxam (see 
Jour. Chem. Soc, Apr. 1895), and he gives the 
following: ILS gas is passed into ammonium 
hydroxide solution and small portions are taken 
from time to time and tested as follows : 

An excess of solution of recrystallized cupric 
sulphate (1 cc. = about 0.1 grm. of CuS0 4 ) is 
placed in a flask, water is added, and then a few 
drops of the sulphide solution, and the mixture 
well shaken. It is then filtered (the filtrate must 
have a blue color, showing the presence of an 
excess of copper sulphate) and the precipitate 
washed with boiling water until all the copper 
sulphate has been washed out. Dilute solution of 
potassium hydroxide is added to the filtrate a 
irop at a time. If the first drop or two produces 
■ prciv^ate showing that the solution is neutral, 
-el. » %v t» of sulphide, that has been thor- 
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oughly washed, is shaken with ammonium hy- 
droxide and filtered. A blue filtrate shows that 
the portion of ammonium sulphide tested con- 
tained free ammonia, and more HJ3 is required. 
If no blue color is produced, the solution then 
consists of (NH 4 )jjS. If on testing the first filtrate 
with KOH it had shown an acid reaction, this 
would indicate the presence of NH 4 HS. The 
following equations explain the reaction taking 
place under the different conditions : 

(a) 3CuS0 4 + 2NH 4 HS 

= 2CuS + (NH 4 ) 8 80 4 + H,S0 4 + CuSO* 

« — . — » 

(b) 2CuS0 4 + (NH 4 )*S 

= CuS + (NHJ J90 4 + CuS0 4 . 

(c) 3CuS0 4 + (NU 4 )S + 2NH.OH 

= CuS +_Cu(OH)j + 2(NH 4 ) t S0 4 + CuS0 4 . 

From the above equations it is evident that 
when the filtrate has an acid reaction, as in (a), 
the solution of sulphide contains NH 4 HS. If 
the reaction is neutral and the precipitate gives 
no blue solution on treatment with ammonia, then 
the solution must be one of (NH^JS (ft). It is 
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better that the solution contain some NH4HS 
rather than free ammonia. 

The poly sulphide is made from the normal one 
by addition of a little free sulphur, which soon 
dissolves and the solution becomes of a red color. 

Ammonium oxalate (NH 4 ) 8 C 2 4 , 1 part to 24 
parts of water. 

Ammonium chloride, NH 4 C1, 1 part to 8 parts 
of water. 

Ammonium sutyhate, (NH 4 ) 2 S0 4 , 1 part to 5 
parts of water. 

Ammonium molyMate, (NH^MoyO^. Dis- 
solve 1 part of molybdic acid Mo0 2 in 4 parts of 
ammonium hydroxide solution, filter quickly, and 
pour into 15 parts by weight of nitric acid, sp. gr. 
1.2. 

Ammonium acetate, NH4C2H3O2. Add acetic 
acid to ammonium hydroxide until solution is 
neutral. 

Ammonium tJtiocyanate 9 'NlI 4 GNS, 1 part to 10 
>arts of water. 

Potassium fen 9 ocf"i»~'<iv £ 4 (FeC 6 N 6 ), 1 part to 
1 parts "f ' ,r at^- 

3<'™in ' ur ' - a < 1, ?H 2 0, 1 part to 10 
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Calcium hydroxide (lime-water), Ca(OH)„ a 
saturated solution. 

Calcium chloride, CaCl^dHgO, 1 part to 5 
parts of water. 

Calcium sulphate, CaSO^saturated solution. 

Magnesium sulphate, MgS0 4 ,7H f O, 1 part to 
10 of water. 

Ferric chloride, FegCl^, 1 part to 10 parts of 
water. 

Lead acetate, P^CgHjO,),, 1 part to 10 parts 
of water. 

Silver nitrate, AgN0 8 , 1 part to 20 parts of 
water. 

Mercuric chloride, HgCl*, 1 part to 16 parts 
of water. 

Stannous chloride, SnG*, 1 part to 10 parts of 
water. 

Some metallic tin and a little free hydrochloric 
acid should be kept in this solution to prevent 
oxidation of the stannous chloride. 

Hydrochloroplaiinio acid, HjPtCl*, 1 part to 10 
parts of water. 

Cobaltous nitrate, Co(NQ,)*, 1 part to 10 parts 
of water. 

Potassium pyroantimoniate, K*H^3fcfcO rf dii 
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Ptrr'/'i* Mnlphafc. FtSO^.THjO. dissolved in 

'//.'J v/ator a-, required. 

AV//'/y//. jsAwt'l'ira ''irboriate. Used in prefer- 
^r^'>- to *'\t\i<-r carbonate alone, as it is more easily 
finiM*;. Ma<]'; by thoroughly mixing 13 parte of 
mihylrouH polonium carbonate with 10 of dry 
Modi urn rfirbonata. 

//n/7/./' f Nn,lf 4 O 7 ,10TI t O. 

A/ uliinn ammonium hydrogen phosphate (phos- 
|»lmniM miiI t. ; fiiirnN-cmmic wait), NaNH 4 HP0 4 ,4H.O. 
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When fused it becomes sodium metaphosphate, 
NaP0 8 . 

PoUmiwm chlorate^ KClOj. 

Lead dioxide, PbOg. 
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Antliony and Bracketfs Text-book of Physics 'Magie). .. 8to, 

Barker's Deep sea Soundings 8vo, 

Benjamin's Voltaic Cell 8vo, 

Co-rnic Law of Thermal Repulsion 18mo, 
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Vol.11 4to, 
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Holman's Precision of Measurements 8vo, 
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Butts's Engineer's Field-book 12mo, morocco, $3 00 

Byrne's Highway Construction 8vo, 

Carpenter's Experimental Engineering 8vo, 

Church's Meclinuics of Engineering — Solids and Fluids. .. .8vo, 

" Notes and Examples in Mechanics 8vo, 

Crandall's Earthwork Tables 8vo, 

Crnndall's The Transition Curve 12mo, morocco, 

* Dredge's Penn. Railroad Construction, etc. . . Folio, half mor., 20 00 

* Drinker's Tunnelling 4to, half morocco, 

Eissler's Explosives — Nitroglycerine and Dynamite 8vo, 

Gerhard '8 Sanitary House Inspection 16mo, 

Godwin's Railroad Engineer's Field-book. 12mo, pocket-bk. form, 

Gores Elements of Goodesy 8vo, 

Howard's Transition Curve Field-book 12mo, morocco flap, 

Howes Retaiuiug Walls (New Edition.) 12mo, 

Hudson *8 Excavation Tables. Vol. II . . , 8vo, 

I hit ton's Mechanical Engineering of Power Plants 8vo, 

J oli n son '8 Materials of Construction 8vo, 

Johuson's Stadia Reduction Diagram. .Sheet, 22i X 28} incbea, 

1 ' Theory and Practice of Surveying 8vo, 

Keut's Mechanical Engineer's Pocket-book 12mo, morocco, 

Kiersted's Sewage Disposal 12mo, 

Kirk wood's Lead Pipe for Service Pipe ,8vo, 

Mahau's Civil Engineering. (Wood.) • 8vo, 

Merriman and Brook's Handbook for Surveyors.. . .12mo, mor., 

Me ni man's Geodetic Surveying v. . .8vo, 

14 Retaining Walls and Masonry Dams 8vo, 

Mosely 's Mechanical Engineering. (Mahau.). ....*. .8vo, 

Nagle's Manual for Railroad Engineers 12mo, morocco, 

Pat ton's Civil Engineering 8vo, 

" Foundations 8vo, 

Rockwell's Roads and Pavements in France 12mo, 

Ruff tier's Non-tidal Rivers 8vo, 

Searles's Field Engineering 12mo, morocco flaps, 

Searles's Railroad Spiral 12mo, morocco flaps, 

Siebert and Biggin's Modern Stone Cutting and Masonry... 8 vo, 
Smith's Cable Tramways 4tO, 

" Wire Manufacture and Uses .4 to, 
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Spalding's iioads and Pavements 12mo, $2 00 

Hydraulic Cement 12mo, 2 00 

Thurston's Materials of Construction 8vo, 5 00 

* Trautwiue's Civil Engineer's Pocket-book. ..12mo, mor. flaps, 5 00 

* " Cross-section Sbeet, 25 

* •' Excavations and Embankments 8vo, 2 00 

* " Laying Out Curves 12mo, morocco, 2 50 

Wait's Engineering and Architectural Jurisprudence. 

(In l/ie press.) 

Warren's Stereotomy — Stone Cutting 8vo, 2 50 

Webb's Engineering Instruments 12mo, morocco, 1 00 

Wegmauu's Construction of Masonry Dams 4to, 5 00 

Wellington's Location of Railways... 8vo, 5 00 

Wheeler's Civil Engineering 8vo, 4 00 

Wolff's Windmill as a Prime Mover 8vo, 3 00 

HYDRAULICS. 

Water-wheels— Windmills — Service Pipe — Drainage, Etc. 

(See also Engineering, p. 6.) 

Bazin's Experiments upon the Contraction of the Liquid Vein 

(Trautwine) 8vo, 2 00 

Bovey s Treatise on Hydraulics 8vo, 4 00 

Collin's Graphical Solution of Hydraulic Problems . . .12mo, 2 50 

Ferrel's Treatise on the Winds, Cyclones, and Tornadoes. . .8vo, 4 00 

Fuerte's Water and Public Health l2mo, 1 50 

Ganguillet *fc Kulter'sFlow of Water. (Hering& Trautwine. ).8vo, 4 00 

Hazen's Filtration of Public Water Supply 8vo, 2 00 

Ilrrschcl's 115 Experiments 8vo, 2 00 

Kierste d's Sewaire Disposal 12mo, 1 25 

Kirk wood's Lead Pipe for Service Pipe 8vo, 1 50 

Ma>on's Water Supply 8vo, 5 00 

Merriman's Treatise on Hydraulics 8vo, 4 00 

"Nichols's Water Supply (Chemical and Sanitary) 8vo, 2 50 

liutTner's Improvement for Non-tidal Uivcr< 8vo, 1 25 

VeirmaiinV Water Supply of the City of New York 4to, 10 00 

' v M);ich's Hydraulics. d)u Bois. ) 8vo, 5 00 

* -»... - irrigation Knirinecring . ...8vo, 4 00 

*' 1 ' ; «>.i m i]! a> a Prime Mover 8vo, 8 00 

l i,v » »f 'I'urbiues 8vo, 2 50 
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Aniline— Boilers— Explosives— Iron— -Sugar — Watches — 

Woollens, Etc. 

Allen's Tables for Iron Analysis 8vo, $3 00 

Beaumont's Woollen and Worsted Manufacture 12ino, 1 50 

Bolland's Encyclopaedia of Founding Terms 12mo, 8 00 

The Iron Founder 12mo, 2 50 

" " " " Supplement 12rao, 2 50 

Booth's Clock and Watch Maker's Manual 12mo, 2 00 

Bouvier's Handbook on Oil Painting 12mo, 2 00 

Eissler's Explosives, Nitroglycerine and Dynamite 8vo, 4 00 

Ford's Boiler Making for Boiler Makers 18mo, 1 00 

Metcalfe's Cost of Manufactures 8vo, 5 00 

Met calf 's Steel— A Manual for Steel Users 12mo, 2 00 

Iieimann's Aniline Colors. (Crookes.) 8vo, 2 50 

*Reisig's Guide to Piece Dyeing 8vo, 25 00 

Spencer's Sugar Manufacturer's Handbook. . . .12mo, inor. flap, 2 00 
" Handbook for Chemists of Beet Houses. (In thepress.) 

Svedclius's Handbook for Charcoal Burners 12mo, 1 50 

The Lathe and Its Uses .. 8vo, 6 00 

Thurston's Manual of Steam Boilers 8vo, 5 00 

Walke's Lectures on Explosives 8vo. 4 00 

West's American Foundry Practice 12mo, 2 50 

44 Moulder's Text-book 12mo, 2 50 

Wiechmann's Sugar Aualysis 8vo, 2 50 

Woodbury's Fire Protection of Mills 8vo, 2 50 

MATERIALS OF ENGINEERING. 

Strength — Elasticity — Resistance, Etc. 
(See also Engineering, p. 6.) 

Bakers Masonry Construction 8vo, 5 00 

Beardslee and Kent's Strength of Wrought Irou 8vo, 1 50 

Bovey's Strength of Materials 8vo, 7 50 

Burrs Elasticity and Resistance of Materials 8vo, 5 00 

Byrne's Highway Construction 8vo, 5 00 

Ou peuter's Testing Machines and Methods of Testing Materials 

Church's Mechanic's of Engineering — Solids and Fluids 8vo, 6 00 

Du Bois's Stresses in Framed Structures 4to, 10 00 
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Johnson's Materials of Construction 8vo, 

Lanza's Applied Mechanics 8vo, 

" Strength of Wooden Columns 8vo, paper, 

Merrill's Stones for Building and Decoration 8vo, 

Merriman's Mechanics of Materials 8vo, 

Pat ton's Treatise on Foundations 8vo, 

Rockwell's Roads and Pavements in France 12rco, 

Spalding's Roads and Pavements 12 mo, 

Thurston's Materials of Construction 8vo, 

Thurston's Materials of Engineering 3 vols., 8vo, 

Vol. I., Non-metallic 8vo, 

Vol. II., Iron and Steel 8vo f 

Vol. III., Alloys, Brasses, and Bronzes 8vo, 

Weyrauch's Strength of Iron and Steel. (Du Bois.) 8vo, 

Wood's Resistance of Materials 8vo f 

MATHEMATICS. 

Calculus— Geometry— Trigonometry, Etc. 

Baker's Elliptic Functions 8vo, 

Ballard'** Pyramid Problem 8vo, 

Barnard's Pyramid Problem 8vo, 

Bass's Differential Calculus 12mo, 

Brigg's Plane Analytical Geometry 12mo, 

Chapman's Theory of Equations 12mo, 

Chessin's Elements nf the Theory of Functions 

Coinpton's Logarithmic Computations 12mo, 

CraigV Linear Differential Equations 8vo, 

Davis's Introduction to the Loiric of Algebra 8vo, 

HaUted's Elements of Geometry ..8vo, 

•' Synthetic Geometry 8vo, 

.Johnson'.- ( 'urve Tracing 12mo, 

" DiiTeiential Equations — Ordinary and Partial 8vo, 

" Integral ( 'alculus 12mo, 

" LeaM Squares 12ino, 

Ludl<»\v V Loirarithinic ai.d ( )ther Tables. (Bas<. ) 8vo, 

Trigonometry withTabhs. (Bass .) 8vo, 

Mahan's Descriptive Geometry (Stone Cutting) . 8vo, 
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Merriman and Woodward's Higher Mathematics. 8vo, 

Merriman's Method of Least Squares 8vo, 

Parker's Quadrature of the Circle 8vo, 

Rice and Johnson's Differential and Integral Calculus, 

2 vols, in 1, 12mo, 

" Differential Calculus 8vo, 

" Abridgment of Differential Calculus.... 8vo, 

Searles's Elements of Geometry 8vo, 

Tot ten's Metrology 8vo, 

Warren's Descriptive Geometry 2 vols., 8vo, 

Drafting Instruments 12mo, 

Free-Jiand Drawing 12mo, 

*• Higher Linear Perspective 8vo, 

Linear Perspective 12mo, 

Primary Geometry 12mo, 

Plane Problems 12mo, 

Plane Problems 12mo, 

Problems and Theorems 8vo, 

Projection Drawing 12mo, 

Wood's Co-ordinate Geometry 8vo, 

" Trigonometry 12mo, 

Woolf s Descriptive Geometry. Royal 8vo, 

MECHANICS-MACHINERY, 

Text-books and Practical Works. 

(See also Engineering, p. 6.) 

Baldwin's Steam Healing for Buildings 12mo, 2 50 

Benjamin's Wrinkles and Recipes 12mo, 2 00 

Carpenter's Testing Machines and Methods of Testing 

Materials 8vo, 

Choidal's Letters to Mechanics 12mo, 2 00 

Church's Mechanics of Engineering. 8vo, 6 00 

" Notes and Examples in Mechanics 8vo, 2 00 

Crehore's Mechanics of the Girder 8vo, 5 00 

Cromwell's Belts and Pulleys 12mo, 1 50 

Toothed Gearing 12mo, 150 

Compton's First Lessons in Metal Working 12mo, 1 50 

Dana's Elementary Mechanics 12mo, 1 50 
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Dingey's Machinery Pattern Makiug 12 mo 

Dredge's Trans. Exhibits Building, "World Exposition 

4to, half morocco 

Du Bois's Mechanics. Vol. I., Kinematics 8vo 

Vol.11.. Statics 8vo 

Vol. III., Kinetics 8vo 

Fitzgerald's Boston Machinist 1 81110 

Flather's Dynamometers 12mo 

Rope Driving 12mo 

Hall's Car Lubrication 12 mo 

Holly's Saw Filing 18mo 

Lanza's Applied Mechanics , . ,8vo 

MacCord's Kinematics 8vo 

Merrimau's Mechanics of Materials ,8vo 

Metcalfe's Cost of Manufactures 8V0, 

Michie's Analytical Mechanics 8vo 

Mosely's Mechanical Engineering. (Mahau.) 8vo 

Richards's Compressed Air 12mo 

liobinson's Principles of Mechanism 8vo, 

.Smith's Press-working of Metals 8vo 

The Lathe and Its Uses 8vo 

Thurston's Friction and Lost Work 8vt> 

" The Animal as a Machine 12mo 

Warren's Machine Construction 2 vols., 8vo 

AVeisbach's Hydraulics and Hydraulic Motors. (Du Bois.)..8vo, 
" Mechanics of Engineering. Vol. III., Part I. 

Sec. I. (Klein.) 8vo 

AVcistiach's Mechanics of Engineering Vol. III., Part I. 

Sec. II. (Klein.) 8vo 

Weisbach's Steam Engines. (Du Hois.) 8vo 

AVond's Analytical Mechanics 8VO, 

" Eiementarv Mechanics 12mo 
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METALLURGY. 

Ikon— (Jou> -Silvkk — Alloys, Etc. 

■ ii v- TmM.-s for linn Analysis .8vo, 

- ' * ^i'»ld and Mercury 8vo, 
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Egleston's Metallurgy of Silver 8vo, $7 50 

* Kerl'8 Metallurgy — Copper and Iron 8vo, 15 00 

* " " Steel, Fuel, etc 8vo, 15 00 

Kunhardt's Ore Dressing iu Europe 8vo, 1 50 

Metcalf Steel— A Manual for Steel Users 12mo, 2 00 

O'Driscoll's Treatment of Gold Ores 8vo, 2 00 

Thurston's Iron and Steel 8vo, 3 50 

Alloys 8vo, 2 50 

Wilson's Cyanide Processes 12mo, 1 50 

MINERALOGY AND MINING. 

Mine Accidents— Ventilation— Ore Dressing, Etc. 

Barringer's Minerals of Commercial Value (In the pre s.) 

Beard's Ventilation of Mines 12mo, 

Boyd's Resources of South Western Virginia 8vo, 

" Map of South Western Virginia Pocket-book form, 

Brush and Penfield's Determinative Mineralogy 8vo, 

Chester's Catalogue of Minerals 8vo, 

" Dictionary of the Names of Minerals 8vo, 

Dana's American Localities of Minerals 8vo, 

" Descriptive Mineralogy. (E. S.) 8vo, half morocco, 

" Mineralogy and Petrography. (J. D.) 12mo, 

" Minerals and How to Study Them. (E. S.) 12mo, 

" Textbook of Mineralogy. (E. S.) 8vo, 

♦Drinkers Tunuelliug, Explosives, Compounds, and Rock Drills. 

4to, half morocco, 

Eglestou's Catalogue of Minerals and Synonyms 8vo, 

Eissler's Explosives — Nitroglyceriue and Dynamite 8vo, 

Goodyear's Coal Mines of the Western Coast 12 mo, 

Hussak's Rock forming Miuerals. (Smith.) 8vo, 

Ihlseng's Manual of Mining 8vo, 

Kunhardt's Ore Dressing in Europe 8vo, 

O'Driscoll's Treatment of Gold Ores 8vo, 

Rosen busch's Microscopical Physiography of Minerals and 

Rocks. (Iddings. ) 8vo, 

Sawyer's Accidents in Mines ' 8vo, 

StDckbridge's Rocks and Soils ; . r 8vo, 

13 



2 50 


3 00 


2 00 


8 50 


1 25 


8 00 


1 00 


12 50 


2 00 


1 50 


3 50 


25 00 


2 50 


4 00 


2 50 


2 00 


4 00 


1 50 


2 00 


5 00 


7 00 


2 50 



"Williams's Lithology 8vo, 

Wilson's Mine Ventilation 16mo, 1 2 

STEAM AND ELECTRICAL ENGINES, BOILERS, Etc, 

Stationary — Makine— Locomotive — Gas Engines, Etc. 

{See also Engineering, p. 6. ) 

Baldwin's Steam Heating for Buildings 12mo, 2 50 

Clerk's Gas Engine 12mo, 4 to 

Ford's Boiler Making for Boiler Makers 18mo, 1 0"' 

Ilemen way's Indicator Practice 12mo, 2 00 

II oad ley's Warm-blast Furnace 8vo, 1 Si' 

Kneass's Practice and Theory of tbe Injector 8vo, 1 5w 

MacCord's Slide Valve 8vo, 

* Maw's Marine Engines Folio, hnlf morocco, 18 00 

Meyer's Modern Locomotive Construction 4to, 10 C 1 

Peabody and Miller's Steam Boilers , . . ... 8vo, 4 (fl 

Peabody \s Tables of Saturated Steam Hvo, 1 OU 

" Thermodynamics of the Steam Engine 8vo, 5 0C 

Valve Gears for the Steam-Engine 8vo, 2 5i 

Pray's Twenty Years with the Indicator Royal 8vo, 2 of 

Pupin and Osterberg's Thermodynamics 12mo, 1 25 

Reagan's Steam and Electrical Locomotives. 12mo, 2 OC 

Hontgen's Tliermodynamics. (Du Bois.) 8vo f 5 A" 

Sinclair's Locomotive Kuuning 12mo, 2 0( 

Thurston's Boiler E\])losion 12mo, 1 ft 

Engine and Boiler Trials 8vo, 5 U> 

" Manual of the Steam Engine. Part I., Structure 

and Theory 8vo, 7 ft 

e: Manual of the Steam Engine. Part II., Design, 

Construction, and Operation 8vo, 7 ft 

2 parts, 12 

" Philosophy of the Steam Engine 12mo, 7i 

" Reflection on the Motive Power of Heat. (Caruot.) 

12mo, 2 

" Stationary Steam Engines 12mo, 1 

" Steam boiler Construction and Operation 8vo f 5 

■Spangler's Valve Gears 8vo, 2 ft 
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Trowbridge's Stationary Steam Eugines 4to, boards, $2 50 

Weisbaeh's Steam Engine. (Du Bois.) 8vo, 5 00 

Whitburn's Constructive Steam Engineering 8vo, 10 00 

Steam-engine Design 8vo, 6 00 

Wilson's Steam Boilers. (Flather.) 12ino, 2 50 

Wood's Tbermody nainics. Heat Motors, etc 8vo, 4 00 

TABLES, WEIGHTS, AND MEASURES. 

For Actuaries, Chemists, Enoinkers, Mechanics— Metric 

Tahles, Etc. 

Ad nance's Laboratory Calculations 12mo, 1 25 

Allen's Tables for Iron Analysis : 8vo, 3 00 

Bixby's Graphical Computing Tables Sheet, 25 

<?ompton's Logarithms 12mo, 1 50 

Oandall's Railway and Earthwork Tables 8vo, 1 50 

Eglcston's Weights and Measures 18mo, 75 

Fisher's Table of Cubic Yards Cardboard, 25 

Hudson's Excavation Tables. Vol.11 8vo, 1 00 

Johnson's Stadia and Earthwork Tables 8vo, 1 25 

Ludlow's Logarithmic and Other Tables. (Bass.) 12mo, 2 00 

Thurston's Conversion Tables 8vo, 1 00 

Touch's Metrology 8vo, 2 50 

VENTILATION. 

Steam Heating — House Inspection — Mine Ventilation. 

"Baldwin's Steam Heating 12ino, 2 50 

Beard's Ventilation of Mines 12mo, 2 50 

Carpenter's Heating and Ventilating of Buildings 8vo, 3 00 

Gerhard's Sanitary House Iuspectiou Square 16mo, 1 00 

Mott's The Air We Breathe, and Ventilation 16mo, 1 00 

Keid's Ventilation of American Dwellings 12mo, 1 50 

Wilson's Mine Ventilation 16mo, 1 25 

HISCELLANEOUS PUBLICATIONS. 

Alcott's Gems, Sentiment, Language Gilt edges, 5 00 

Bailey's The New Tale of a Tub , 8vo, 75 

Ballard's Solution of the Pyramid Problem 8vo, 1 50 

Barnard's The Metrological System of the Great Pyramid. .8vo, 1 50 
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!*▼ ?vo. $3 00 

7.v. . - >.--. .-.-I-I31- •>:.:» ii*- ':•:•: k. :f lie Bockr Moccxiss. .Svo. I 50 

7 - • ■ ■ Tt--.-.:-* .'I "-•* "*":^iii ^o, 4 •» 

?: • .L i : s r i ~r- I>t ;t *•*«•! zmzfin "^i* tai. Rir. A^cw 

.V - 7-.r •».. .'." :f ■_* P:eHKi: Tsamct of So*ini- .Sq. l<Smo. I •■> 

i - " ' • ' - - .*-.■;. 1 . ~-."?i" " - UOkOCi 4kO. I ■** 

?. - - ■ - : : i ■ ■ *- :: ?.---*r'ic7 P-.Ij".ccL^:o lL«ri:s:e *n\ 3 «» 

v. ' T.-.-r y*-r T-»".ti«:: Critically Emphasized. 

12mo. I *> 

- A -. I v. ■ ■ - - . : 7 .-r-:: : - :- Metrolocy Sto. *2 50 

- . - .V. •:-: M -.- ■ . * Piper. 25 

+ T ." . , v ,^ r -.;v. aI.'m>". .i--i YeI".'-w*tooc 4io. 3 00 

HEBREW AND CHALDEE TEXT-BOOKS. 

r ,j; V. ::■-■:> i5j Theological Seminaries. 

' '/■•■ --• . - - ;:•: --v .r. C:.a':e»r Lexicon to Old Testament. 

T . ■-_• Small 4to, half morocco, 5 00 

( * ■■-. L •■ . --V G.'irr.mar l'2mo, 1 35 

( r. . -M- Language (New Ed itioui. 8 vo, 3 00 

ii'>' - ( i..--* -.-.*...;.• 8vo, 2 00 

\j-t-..\-: Jf'-or»:'.v h'wt'.fz iM:i^.-rt.-*ic Notes in English). 

8vo, arabesque, 2 2-5 
L ././ .'■, . ^::n l rr.. , i i -f :!,•• Bir/.ieu/. CLa'.daic Language and the 

'I'i.;i.N : ; I't-.y.'-).'. I'M' >ni- I2mo, 1 50 

MEDICAL. 

!{,. ' M;,t< i nai M-ti; vjement in Health ami Disease 12rao, 1 00 

II ■ in in-, i-- ••■ii ".- Ph\ -i«M'»L r le:.] < i.emi^uy. (Mandel.) 8vo, 4 00 

Mi. if- Ciiniiio.iJinii, Diirc^iihiiity, ami Nutritive Value of Foot]. 

Large mounted chart, 1 25 
I C 1 1 ' 1 < 1 i r 1 1 .- 1 1 1 '^ Im-ompaiihilitic* in Prescriptions. . ..(In Vie press.) 

St* ei " . Ti < at i-e on t In- I)i<o'-a«r« of the Ox 8vo f 3 00 

Treat i e on I )m* I >i-e:iM-v of tlie Dog 8VO, 3 50 

W'i.iit iii ' . Small lin<ipitais- -Kstahiislimeiit and Maintenance, 
in< hiding Atkinson's Suggestions for Hospital Archi- 
tecture 12rao, 125 I 
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7 L trr.i^:..- r lir *«-:. £3 '» 

7 - • 7~-rir..-e :»i m»* "V j^is ... *▼:. 4 •» 

"3nn: Ji Lif^v. 

.V" r - 7 ':•* ? i. .:..•' ■_? _:-* ?•*»«:: TiiKry :£5»:»ii-i S»; !£□!•: I »•* 

^. . ^ . , ".■—..*. " : --— ?r / *>cy:c_r 4:-. I ■» 

.H ^- .• • J: >■ ■ 7 " ^ -m~«*- .i*t- P.lJ*«*<:u.^.i! I-«TrT"i* *t-. 3 ■» 

ISbm. : 50 

7 - . • a - ; -.-. . - i ; -. ; .r-r . i - X±t;'jXzj. *ro. 2 50 

•'*' v ..'• • .V- «. ^ v •* - * P*r*r. 25 

* v . y .-^-.-..v. a_^cl ii.i Yr. "»■**.:« -too. 3 00 

HEBREW AND CHALDEE TEXT-BOOKS. 
.-''.=: V.j: •',!* avi Tht. l»>3:»:ai. Seminaries. 
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Sc:*.I 4:o. half mijn:<o\ 5 00 

■• G ■ irr.rr.ir l'2mo, 1 25 

- < Lanriare iNew Edition .Svo, 3 00 

' ' Hrn O |¥> 

I/: ':.-.-. il-'-jT'.^ is. >.- M a.-*.-. Tv* :■: X->"es in English . 

Svo. arabesque, 2 25 
I. .//..-, ■ ( m -.'.'.. ::>\ f • - Bio.i'.V. C:.f&"'i:i:c Language and ihe 

'1 -i ::. , ; ii .v. i .: .r;.- 12mo, 1 50 

MEDICAL. 

li . M .♦' r n-;. M ii. '\'2*:\ui'\.\ in H'-aitli and Disease l2mo, 1 00 

II ;i, in .!■■'■:.- J'ii\ ■-]'',. •>'j:c:.\( !.<-iui-i:y. iMnndcl.) 8vo, 4 00 

M',:* f'nui\.i, ]• !■»:,, D : .L"-!i!»i.ity. arnl Xurrisive Value of Food. 

Larjre mounted chart, 1 25 
!(■!'!•!. iii-i it '• In* oin|>:rit>iiiiir"« in Pn^riptions. . ..{In the pre**. ) 

Sii <•," . 'I H ;iti -i- «in tiir Di*« u-i- nf th<- Ox 8vo, 3 00 

"I i-*-n I i i- <»h i In- I »i-i':i<i"* of t lie Dog 8VO, 3 50 

t« i '. Snifiil llf)-|iit:us Kstrihiislnnent and Maintenance, 

iK hnlin^ Atkinson's Sultl cations for Hospital Archl- 

•rituri- 12rao, 125 
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